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INTRODUCTION

e e LR S
] L i

This study has been directed toward an exploration of the feusibility of
fabricating very thin-walled, high-specitic-area structures of multiply in-
terconnected ceramic tubes, suitable for use as very compact gtatic heat
exchangers or other process equipment. The basic concept is to use a mod-
ified polymer foam as a sacrificial substrate which serves as a mold for th:
desired ceramic configuration. Ceramic processing steps are also envis-
aged to provide separate-access manifolds to the inner and outer surfaces of
the tubes, eo that the ceramic can separate a flow stream within the tubes "
from another that is outside of them. g

The specific focus of the investigation has been on the preparation of =
tubes approximately 0. 25 mm (0. 010 inch) in diameter and 0. 025 mm (0. 001
inch) in wall thickness. Despite their thin walls, such ceramic tubes should
have reasonable structural strength as a result of their small diameter and
modest length/diameter ratios, The sacrificial substrate used to mold the
tube interiors was an open-celled polyurethane foam, modified by an addi-
tional polymer coating to convert its originally triangular-section fibrils to
circular rross sections. After deposition of a thin ceramic ceoating on the
foam's fibrils, the polymer could be burned out duriag firing of the ceramic,
leaving the desired interconnected array of small-diameter, thin-walled
ceramic tuoes.

g The approach for providing selective access from a region of the micro-
tubular structure's surface to the tube interiors was to apply a thick paste of

a ceramic slip so as to form a continuous skin over that region. The excess
ceramic paste would then be wiped off the surface so that the polymer sub-
strate was either exposed or very near the surface; a light grinding after
firing then opens this surface region to the interiur passages of the tube array.
Surfaces which were not given this special treatment during the ceramic appli-
i cation process would provide selective access to the flow region on the out-

: side of the tubes,

Figure 1 illustrates schematically the process for forming the microtu-
bular array by coating, sintering, and grinding. Figure 2 is a schematic
diagram of an array element configured for use as a heat exchanger, using
the hot gases from a combustion process passing through the tube-exterior
flow region, and a helium manifold intcrface to the tube interiors of the sub-
assembly. Figure 3 depicts an additional schematic diagram illustrating the
stacking of four modules, where Ap is the hot gas entry and A, is the cooled :
gas exit; and B¢ and B}, are the cold and hot tube-interior manifolds for the %
helium gas,
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Schematic illustration of process for preparing
microtubular ceramic structure with separate
manifolds for access to exterior and interior of
microtubes. a) Unfired ceramic coating over
foam sacrificial substrate, with continuous ce-
ramic paste coating two faces; b) sintered ce-
ramic, with substrate burned out; and ¢) left
face ground away sufficiently to expose access
to tube interiors. Top face remains sealed:

other faces provide selective access to tube ex-
teriors.
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Figure 2.

Schematic diagram of a microtubular ce-
ramic structure applied as a heat exchanger
element. Large vertical faces have been
processed (as in Figure 1, left face) to
provide selective access to tube interlors;
small vertical faces are sealed to define

a cross-flow vertica! passage on the tube
exteriors; and horizontal faces are open to
provide selective access to this tube-exte-
rior flow path. Labels {llustraie a pos-
sible heat exchange between combustion
gases passing on the tube exteriors and
helium passing through the tube interiors.

//'AC

3
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Figure 3. Schematic diagram of an array of four microtubular
heat-exchanger elements and connecting passages.
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Section 2

BACKGROUND

PRELIMINARY HEAT-TRANSFER ANALYSIS

Prior to this investigation, a preliminary and partial heat-transfer anal-
ysis [ Ref. 1] was performed to test the hypothesis that a heat exchanger
utilizing o microtubular structure could be designed so as to match the heat-
transfer effectiveness of a conventional heat exchanger, with the same p.es-
sure drop 4ad a smaller volume than the conventional unit. For simpiicity,
the analysis addressed only the tube-intericr half of the heat exchanger, since
this side is expected to be the limiting factor with respect to pressure drop.
Calculations were made for a heat exchanger operating with helium at 40
atmospheres, ~ 1000 K, a 4. 5-psi pressure drop, and 12, 7-mm-(0. 5-inch)
diameter tubes 304, 8 cm (10 feet) long, giving an estimated heat-transfer
effectiveness of 97 percent.

The analysis indicated that a microtubular heat exchanger with 0. 254-mm-
(0. 01-in. ) inside diameter tubes would operate with the same pressure drop
and heat-transfer effectiveness if it had an effective tube length of 25. 4-mm
(1 in.) and about 40 percent greater total cross-sectional area of tubes than
the conventional heat exchanger, Stated qualitatively, the greater specific
area of the microtubular heat exchanger permits the flow-path length to be so
shortened that the |- ressure drop through its tiny — but short — tubes is the
same as in conventiunal-sized tubes that are much longer. The potential ad-
vantage of the microtubular heat exchanger is greatly reduced total volume
and weight. For typical tube packing in the conventional heat exchanger
(estimated at an internal tube volume equal to 1/3 the total volume), the cal-
culated volume required for the microtubular structure was 1/20 that of the
conventional unit,

SUBSTRATE PREPARATION

Prior to commencing this investigation, a successful process had been
| developed for preparing the sacrificial substrate by rounding the triangular
l fibrils of polyurethane open-celled foam. The process consists of the fol-

lowing steps:
1. Apply a thin coating of adhesive, fromsolution or suspension,

2, Shake the adhesive-coated foam in a container with beads or powder
of the polymer to be applied, then shake out the nonadhering excess.

3. Heat for a short time to smooth the coating.

“Ref, 1 H. B1; Vakil, An Analysis of the Foam Heat Exchanger, unpublished
work,
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Since the beads or powder form essentially a monolayer coating over the
fibrils, the amount added per coating is governed primarily by the particle
size of the beads or powder used. Particle size ranges have been defined
that provide sufficient coating material to round the fibrils in a one-coat oper-

ation, as illustrated in Figures 4a, 4b and 4c¢. Specifics of the substrate prep-
aration are presented below.

Figure 4. Process steps for rounding fibrils of open-cell foam.
a. Uncoated polyurethane foam, b. foam coated with
adhesive and adhering polymethyl methacrylate

(PMMA) beads, and c. coated foam after heating 20
minutes at 245 °C.

Foam: ten pores-r ‘r-inch, polyurethane open-celled foam.

Adhesive: most commonly, Piccolyte S-10, a thermoplastic terpene
resin composed mainly of polymers of beta-pinene was used. It was
deposited by dipping the foam in a solution (e.g., 1 g S-10: 4 ml toluene),
draining, and drying. Other adhesives have also been used.

Polymer Addition: Most commonly, polymethyl methacrylate (PMMA)
(in the form of beads), a commercial product produced by emulsion
polymerization, was used. Crushed powder of alpha-methyl styrene
was also employed successfully. These polymers were chosen for their
low decomposition temperatures, assuring that during subsequent heat-
ing (to sinter the ceramic coating) the outer polymer coating decomposes
along with or before the polyurethane, thereby permitting free escape of
the gaseous decomposition products. The polymer was most commonly
applied by handshaking the zchesive-coated foam in a small jar partially
filled with the polymer beads or powder, then shaking in an empty jar to
remove any nonadhering particles. Particle sizes exceeding nominal
100 to 150 um (U. S. Standard sieves, -100 +140 fraction) add sufficient
polymer to fully round the fibrils of 10 pores-per-inch polyurethane
foam. At a nominal particle size of 177 to 250 ;. m (-60 + 80 sieve frac-
tion) or larger, too much polymer is added, leading to occasional clos-

ing of cell face openings during the subseguent smoothing operation,
Satisfactory rounding of the fibrils could be obtained over an
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approximately 2:1 range of the resulting fibril croas-sectional area, by
changes in the polymer particle size, without changing the original foam,

Smoothing the Polymer: The adhering beads or powder were caused to
flow Into a smooth coating by heatirgx, for 10 to 40 minutes at 220 to
245 °C for PMMA or at 110 to 139 “C for alpha-methyl styrene.
Coarser beads or powder particles required a longer time and/or a
higher temperature to flow sufficiently to form a smooth coating.

CERAMIC COATING PROCESS

Prior to commencing this investigation, a number of potential means
were explored for preparing a controlled, uniformly thick coating of ceramic
over the PMMA-coated foam* fibrils. Conventional coating methods using a
liquid suspension of ceramic powder (slip) are unsuitable, since surface ten-
sion forces prevent forming a controlled, uniformly thick coating.

Of the potential coating methods explored, the most nearly successful
one was a packed-bed powder coating process, described below. In general,
it is a means for accreting dry powder to the foam fibrils, using a liquid ad-
hesive. With this process, the desired general configuration had been pro-
duced and fired to a microtubular ceramic structure. However, the tube
walls were quite porous; the ceramic material (stabilized zirconia) then under
study required an extremely fine particle size (~ 0.4 ;m) for salisfactory
sintering. With zirconia powder of this particle size, spherical aggregates
formed during the manipulations required in the packed-bed powder coating
process and prevented formation of continuous coatings. During the investi-
gation reported here, experiments were performed to determine whether a
powder of some other ceramic, suitable for heat-exchanger app!lications,
might be both sinterable and amenable to coating via the packed-bed powder
coating process.

{',
£
=

S T

H

As a result of the experience gained during this investigation, some de-
tails of the packed-bed powder coating process were modified, but the gen-
eral procedure always consisted of the following steps:

1. Dip the substrate after the above fibril rounding into a solution con-
taining a viscous liquid adhesive a.d a volatile solvent, remove,
drain, and dry.

2. Pack the adhesive-coated substrate in the powder to be coated onto
it, in a closed container,

Ll Tt B T o

AT &

3. Vibrate the container for a period of time.

il

4. Remove the powder and the substrate, and shake any unattached
powder from the foam substrate's interstices.

i et
Ui I

*PMMA -coated foam was used for all of the substrates employed in this in-
vestigation,
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5. Heat the powder-covered sample at a temperature where the adhe-
sive becomes fluid, but little evaporation or decomposition occurs.

6. Repeat steps 2 through 5, as required, until the desired thickness
of the powder coating has been applied.

The following working hypotheses were used for initial definition of the
process steps. It was assumed that:

e A more-than-sufficient supply of adhesive can be provided over
the entire substrate surface, so that uniformity of the ceramic
coating is not dependent upon precise uniformity of the adhesive.

e The principal mechanism of powder accretion is by diffusion of
the adhesive from the substrate surface into the adjacent powder.

Thus, primary control of the coating thickness would be the dif-
fusion time (step 3).

e Surface tension of the impregnated adhesive may cause an increase
in the packing density of the powder into which it has diffused. The
container was vibrated in step 3 to promote the delivery of addi-
tional powder to the diffusion front in order to avoid formation of
a gap.

e Heating the powder-covered sample (step 5) would cause the adhe-
sive concentration to become substantially uniform throughout the
coating thickness, thereby enhancing its mechanical integrity and
the rate of additional adhesive diffusjon in a repeat cycle.

Handling of the coated substrate during the procedures described above
caused defects in the coating of the fibril tips at the substrate's macroscopic
surface. It was recognized that additional process steps would be required
to repair these surface defects, unless they could be prevented by more re-
fined procedures. (Prevention or repair of 'ncoated tips on the substrate's
outer surface were not a part of the initial exploration.) In general, the
packed-bed powder coating process had been shown to be "operable', but
it had not been established that the working hypotheses describe the actual
mechanism of its operation. The prior studies had shown that success is
sensitive to the powder's freedom from aggregates (or from too-large ones)
and to its tendency to form aggregates during manipulation.
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Secilion 3

HEAT-TRANSFER CALCULATIONS

MATERIALS SUITABILITY

The first task undertaken in this investigation was a theoretical exami-
nation of the suitability of various ceramic materials for use in high-per-
formance microtubular heat exchangers, as a basis for selecting materials
for the experimental program.

For a given set of materials properties, tube proporticns (e.g., outer-
to-inner radius ratio b/a), and specific thermal flux § (=Q/A), the steady-
state thermal stress is proportional to the tube wall-thickness 6. Hence,
the small dimensions of a microtubular structure may permit the use of
materials that would be overstressed in a heat exchanger constructed of
larger tubes. The maximum* tensile stress occurs at the cooled wall sur-
face, and is given by [ Ref. 2].

o =g = Eaqé f(b/a) 1)
p” "z {I-YK
where E, v, a, and K are the materials' Young's modulus, Poisson's ratio,
thermal-expansion coefficient, and thermal conductivity; and f(b/a) ~ 0. 48
for b/a = 1.2 (a typical value for structurally strong ceramic tubes). Hence,
2 comparison of the quantity Eab /(1-v)K for various materials, with 6 appro-
priate to either conventional or microtubular structures, provides a first
indication of the relative importance of the geometry and the material prop-
erties wi'h respect to thermal stress limitations. A comparison was made
for the following materials: 1) silicon carbide (SiC) and 2) silicon nitride
(SigNg), both materials of current interest for demanding thermal applica-
tions, but still in a developmental status, 3) beryllium oxide (BeQ), an
established :»igh-conductivity ceramic, but requiring special process con-
siderations due to health hazards, 4) zircon (ZrSiO4), a refractory with
excellent thermal shock resistance, but having limited usage in a high-censity
form since its maximum sintering temperature is limited by thermal decom-
position, $) alumina (Alp03), quite refractory, not having exceptional
thermal shock resistance, but well documented with respect to processing
technology and properties; and 6) stabilized zirconia (Y. 03/Zr0y), quite
refractory, but difficult to sinter. The la‘ter material Is included since
the prior microtubular structures work was done with this ceramic.

*Higher stresses may occur at tube ends and junctions and during thermal
transjents, but are less readily calculated and sensitive to design details.
Equation 1 should serve for comparing materials.

Ref. 2, S.P. Timoshenko and J. N. Goodier, Theory of Elasticity, 3d edition,
McGraw-Hill Book Company, New York, 1970.
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Taking 1. 27 mm (0. 05 inch) as the wall-thickness for the ""conventional”
tubes and 0. 0254 mm (0. 001 inch) for the microtubular tubes, the values of
Ea b /{1-1)KX for the six materials are:

Tubes SiC SiSN 4 BeQ ZrSi0O 4 ALZO3 ZrO2
Conventional, N/W 70 130 150 220 640 1500
Microtubular 1.4 2.6 2.9 4,3 12. 8 29.9

Thus, if all else were equal, the steady-state thermal stress level for the
poorest of these materials (ZrQO,) in a microtubular structure would be less
than that for the best material (SiC) in conventional-size tubes.

FULL HEAT-EXCHANGER CALCULATION

In order to assess whether typical inequalities in the "all else' state re-
ferred to above might negate much of the advantage of thin tube walls, a full
calculation was made of the thermai and stress characteristics of a hypothet-
ical "conventional' heat exchanger and a microtubular unit, using the six
materials listed above and established fluid dynamics and heat-transfer re-
lationships | Refs. 3, 4]. This calculation also provides insight into the
likelihood that thermal stress would actually be a limiting consideration,
and the significance of the materials' thermal conductivities to thermal per-
formance of the heat exchangers. No particular application was considered
in selecting the heat exchange fluids, temperatures, pressures, etc., and
the results will not apply exactly to heat exchangers designed for other
values of these parameters or with other specific configurations. They
should indicate approxi:.ately the expected general characteristics of other

gas/gas heat exchangers, particularly with respect to the relative suitability
of various materials.

The calculation built upon a partial calculation | Ref. 1] (tube interior
only) performed earlier and submitted as part of the proposal that led to this
contract. As in that calculation, the interior fluid was taken to be helium
at 40 atmospheres pressure and a mean temperature of 1000 K; the "conven-
tional" tubes had an inside diameter of 12. 7 mm (0.5 inch) and were 304. 8 cm
(10 feet) long, they occupisd 1/3 of the total volume, and the mass flow rate
through them was 15 g/cm¥“. s; the microtubular structure was assumed to
have 0.254-mm (0.01 inch) inside diameter tubes, occupying 1/13 of the

tutal volume, and to have the mass flow rate (10. 8 g/cm*“ s) and the L/D

Ref. 3 J.G. Knudsen and D. L. Katz, Fluid Dynamics and Heat Transfer,
McGraw-Hill Book Company, New York, 1958,

Ref. 4 W. H, McAdams, Heat Transmission, 3d edition, McGraw-Hill Book
Company, New York, 1954,
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ratio (85) required to match the (interior) heat-transfer effectiveness factor
and the pressure drop of the "conventional' size tubes. Additional assump-
tions made for the full calculation were: an exterior fluid, air at one atmo-
sphere, and a mean temperature of 800 K; the tube wall-thickness equaled

1/10 of the inside diameter; the external pressure drop was the same as the
interior drop (30. 6 kPa, or 4. 44 psi). The "conventional" heat exchanger

was designed as a single-pass, baffled, counterflow exchanger with matched
exterior and interior thermal loads (mass flow times heat capacity). In s
recognition of likely limits in configuring the flow paths of microtubular :
structurss, this exchanger was designed as a cross-flow unit having an ex- .
ternal path length equal to the interior path (2. 41 cm), with the thermal load E

unbalanced as required to meet the stipulated pressure drop. -

For each tube material, the calculated thermal characteristics of the
""conventionai' and microtubular heat exchangers are listed in Table 1. The
characteristics given are the overall mean heat-transfer coefficient Ul (re-
ferred to tube-interior area), the effectiveness factors™ Ny for heating

gy

and 71, for cocling, and the specific volume* V . z
P
Table 1 af
CALCULATED THERMAL CHARACTERISTICS ?* |
OF HEAT-EXCHANGERS %
SiC 514N, B2 T8I0, AL, zro2 —?.
Conventional :i :
'd‘ -—-, 0 0.0374 0. 0365 0.0373 0. 0337 0. 0357 0.0312 4
n H( ) 0.315 0,310 0.315 0.204 0. 308 0 278 i
“L,',‘.‘C 8.2 7.8 3.2 40.0 38.4 4.2
Microtubular 3
-
T, —}‘—; 0137 0137 0.137  0.13¢  0.137  0.135 =
cm”-©
Ui 0.573 0.572 0.573 0.570 0.572 0.568 %
N 0.374 0.372 0. 373 0.3M 0.3717 0. 3689 ' )
\R {,!,“‘,; 1.50 1.60 1.50 1.5 1.51 1.51 ;
3
"For § (W/cm?2) specific thermal flux, ti and t) the initial and final air z
temperatures, and t'} a.nd tg the initial and final helium temperatures, -
ﬂ_ (ty-ty)/(ty-ty) ty-t5) /(ty-t1): Vo = Vity-t )/q. Thus, the H
e ectlveness factcrs or hea*lng and coolmg are the Iraction, of the max- |3
imum possible, that the respective gases are heated or cooled and the
specific volume is normalized to the heat-transfer per unit initial temp-
erature difference. £
1
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Conclusions concerning the thermal characteristics are:

e For the materials considered, the choice of material had only
minor influence on the thermal performance of a ''conventional"’

gas/gas exchanger, and had negligible influence on that of a
microtubular unit,

Despite the unbalanced thermal loading required to meet the pre-
scribed pressure drop with a reasonable path length, both the
heating and cooling effectiveness factors for the microtubular
heat exchanger exceeded that of the ""conventional'' unit.

e The specific volume of the microtubular heat exchanger was
smaller than that of the ''conventional' unit by a factor of ~ 25
to 29, depending on the material used.

YEMPERATURE LIMITS

Omitting considerations such as permeation or corrosion (which are
specific to particular applications and choice of fluids), the maximum initial
temperature difference of the heat exchange fluids might be taken as a
measure of the severity of conditions under which the exchanger's material
can survive. This temperature difference Ay (= t1-t1) may be limited
either by the thermal stress produced by the resulting heat flux or by a
maximum temperature limitation of the material, e.y., due to melting, de-
composition, or evaporation., For each of the materials examined here, 2
maximum temperature limit Ty was taken as 0.7 times the absolu: .em- .
perature of melting or 0.9 times the temperature of appreciable decomposi- )
tion or evaporation, whichever is lowest. Then, assuming that the initial
coolant temperature t1 in a high-temperat ~e heat exchanger is urlikely to
be lower than room temperature, the rela ve values of the ~oli¢ nd
two gas~-phase components of the overall he. . -transfer coefricie. . determine
a maximum initial temperature difference A7 perimitted by the solid's tem-
perature limit Ty. The possibility that the material's usefulness is limited
by thermal stress may then be evaluated by calculating the value o cor-
responding to this maximum fluids-temperature difference*. If the calculated
stress exceeds a limiting value (taken her¢ as 150 MPa (~ 22 ksi) to allow a
reasonable margin for end-effects, etc.), a re.uced temperature difference
A5, permitted by the thermal stress criterion, is the appropriate measurc
of survivable severily. Results of the calculation are given in Table 2

The results of this calculation are summarized below. For the paraméters
assumed:

e = g R e Tl

e Steady-state thermal stress limits the maximum fluids temperature-
difference only for alumina or stabilized zirconia in ""conventional"'

ax 18 calculated using the maximum heat-transfer coefficient correspond-
ing to the forward stagnation point in the coolant flow.

Lt sl o2
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Table 2

CALCULATED THERMAL LIMITS OF HEAT EXCHANGERS

SiC SigN, BeO  ZrSi0,  ALO, ZrO,
T, °C 1755 1458 17117 1357 1353 1724
Conventional
- °c 1910 1580 1870 1460 1460 1850
o___, MPa 26 38 52 54 170 430
max

Q
a, °C - -- -- -- 1300 650
Microtubular
- °c 1960 1620 1910 1510 1500 1920
¢ ___, MPa 3 4 6 7 20 58
max
A - - .a - - -
g

size tubes and for none of the materials in microtubular heat ex-
changers,

e The maximum permissible flvids temperature-difference is slightly
greater for a microtubular heat exchanger than for a ‘'c.inventional"
heat exchanger made with the same material.

SENSITIVITY TO ASSUMPTIONS

All of the calculations described above assumed as interior fluid, He at 40
atmospheres pressure and a mean temperature of 1000 K and, as exterior
fluid, air at one atmosphere and a mean temperature of 800 K. In view of the
uncertainty in extending the semiempirical multitube heat-transfer relations
to vastly different proportions and scale from their experimental basis, the
calculations were made using equations describing single-tube heat transfer,
but with the gas velocity taken as the maximum in the assumed configura-
tione. The thermal Umit A was calculated using the average value of the
external heat-transfer coefficient, while the steady-state stress o was
calculated using the maximum coefficient corresponding to the forward
stagnation point in the ccolant flow. Longitudinal and tangential heat fluxes
in the material were not considered.
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In order to test the sensitivity of the conclusions to these assumptions,
calculations were performed for several variants of the assumed parameters
or computation method, using Al,Og as the assumed material. The results

T ikl

- : are summarized in Table 3. %

Table 3 ]

. SENSITIVITY OF CALCULATED HEAT-EXCHANGER CHARACTERISTICS F

E TO ASSUMED PARAMETERS AND CALCULATION METHOD ]§

i : Ui "y Te vo AT amax Aor j
W /(em?.°C em¥ /w0 o mpa) (C0)

External Fluid, air at 1 atmosphere, 800 K (1st calculation) :

Conventional 0.0357 0.306 0. 306 38.4 1460 170 1300

Microtubular 0.137 0.572 0,372 1. 51 1500 20 -- 1

External Fluid, air at 40 atmosphere, 800 K E

Conventional 0.0738 0.476 0.476 24.6 1550 210 1110 é

Microtubular 0.215 0.521 0.521 1. 07 1660 31 -- é

External Fluid, Helijum at 40 atmosphere, 800 K g

Conventional 0.107 0.569 0.569 20.1 1590 280 860 :

Microtubular 0. 347 0.617 0.617 0.91 1790 45 -- é

Multitube Heat-transfer Equations (original cooclant) gj

Conventional 0. 0494 (0. 368 to 0, 378) 31.0-31.9 1500 200 ~ 1110 é

Microtubular 0. 145 0.586 0, 381 1. 47 1510 24 -- E

3

Multitube Equations, AT based on minimum local heat-transfer coefficient

Conventional - -~ - -- 1380 185 ~ 1110

Microtubular - -- -- - 1410 23 --

Improving the asgumed heat-transfer properties of the coolant by pres-
surizing to 40 atmospheres improves the predicted thermal performance of
both heat exchangers, the conventional configuration slightly more than the
microtubular unit. The ratio of their specific volumes drops from about
25 to 23. (The slight reductioi in ny for the microty' - ar exchanger with a
pressurized coolant is due to assumed operation with a balanced thermal
load, in order to increase 1 to an equal value. This option was precluded

14
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with unpressurized air due to excessive pressure drop.) However, ike im-
proved coolant characteristics reduce the maximum initial temperature differ-
ence Ag for the conventional geometry by 180 °C; the microtubular exchanger
remains thermally limited, rather than stress limited, so the improved
coolant increases its llmit by 160 ©C. Thus, in this respect, the pre-
dicted advantage of a nucrott;{mlar configuration is increased from 200 OC

with 1-atmosphere air to 550 °C with 40-atmosphere air as the coolant.

Further improvement of the coolant, by assuming the use of pressurized
helium rather than air, leads to additional enhancement of the thermal per-
formance predicted for both configurations. The predicted ratio of specific
volumes becomes about 22. The microtubular advantage with respect to the
maximum initial temperature difference is further increased to 930 °C.

The use of multitube heat-transfer relations | Ref. 4, 5] also leads to a
slightly improved predicted thermal performance of both conventional and
microtubular heat exchangers. The range of values of 5y (=1,) and V for
the conventional configuration reflects uncertainty in the%egree to wluch
true counter-flow conditions may be approximated; the lower effectiveness
factor and the larger specific volume correspond to assuming unmixed
cross-flow,

Use of calculated minimum local heat-transfer coefficients { Ref. 6],
rather than average values, leads to a similar reduction of the predicted a1
for both ""conventional'’ and microtubular configurations. Since for A1203
the conventional-geometry exchanger is A, limited, this reduces the pre-
dicted advantage for the microtubular exchanger from 400 to 300 °C. In
both instances, only radial heat flux was considered; hence, the A value
predicted using the minimum local heat-transfer coefﬁcient represents an
appropriate approximation for very low-conductivity solids, while the A
values calculated using the average coefficient should be a good approxima-
tion for high-conductivity solids, e.g., metals. A rough estimate of the
tangential flux for Al4,0O 3 indicates it may be comparable to the radial flux, so
the proper value is in ermediate between the two estimates. A more accurate
evaluation would require numerical integration of the two-dimensional heat-
flow equation.

. 5 R.A. Bowman, A.C. Mueller, and W. M. Nagle, "Mean Tempera-

ture Difference in Design"', Transactlons of the ASME, Vol. 62,
1940, p. 283.

Ref. 6 A, S, T. Thomas et al., "Variation in Heat-transfer Rates Around
Tubes in Cross Flow'", Proceedings of the Genera' Discussion on
Heat Transfer, The Institution of Me-hanical Engineers, 1951, p. 177.

15
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In view of all of the calculations, it was concluded that:

High-performance microtubular heat exchangers, exceeding the

capabilities of '"conventional'’ units, might be prepared using any
of the materials considered.

Process investigations using stabilized zirconia (initiated for solid-

electrolyte fuel cell goals) would, if successful, also be useful for
heat-exchanger goals,

The most attractive material of those examined, considering pro-
cessing background knowledge as well as predicted performance,
is A1203.

In view of the predicted performance benefits from microtubular
configuration, lower-performance materials with process tech-
nology advantages also warrant consideration. (Calculations were
not made for such materials (e, g., high-grade porcelains), since

insufficient information could be found on their thermal and mechan-
ical properties. )

The qualitative conclusions are not altered by a considerable varia-

tion of the assumed operating parameters or by the use of alternative
comptitation methods.

16
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Section 4
CERAMIC COATING EXPERIMENTS

All of the ceramic coating experiments were conducted using the packed-
bed powder-coating process and the PMMA-coated foum substrates, as gen-
erally describad earlier. In order t¢ conserve time in preparing PMMA- ;
coated foam samples, a procedure was developed for removing t..e zirconia ra
coatings from samples used in previous studies. It was found that substan- (]
tially all of the previous coating was removed by a sequence of ultrasonic
cleaning, 20 minutes in heptane, 30 minutes in detergent/water, and repeat.
A "Bransonic 12" ultrasonic cleaner was used, with the samples and clean-
ing fluid contained in a 100-ml beaker dipping into the water-filled cleaner
basin.

o

H

N

EXPERIMENTAL PROCEDURE

STEP 1. ADHESIVE APPLICATION

e A e

The adhesive used in all of the experiments was Hercules Corporation's
Piccolyte S-10, a thermoplastic terpene resin composed mainly of polymers
of beta-pinene. Previous experiments had indicated that adhesive coatings
up to an cstimated average thickness* of about 17 um could be applied with-
out encountering difficulties with adhesive blobs or bridges across the foam
cell openings. There was a tentative association of relatively thick adhe-
sive coatings with a type of defect in which regions of the substrate were
completely bare of ceramic and remained bare on repeated coating cycles.
This suggested that patches of the ceramic plus the adhesive might have
come off the substrate. Coatings had been prepared using adhesive layers :
down to about 7 um. (For context, if the ceramic powder deposit were com- "
posed of closely packed uniform spheres and if accretion required full occu-
pancy of the interstices, a 9-:m layer of adhesive would be required to
accrete enough powder for a desired 25-um ceramic coating.) In the cur-
rent experiments, the adhesive was deposited by dipping the sample for
about 10 seconds in a solution of 4-ml heptane /g S-10; draining for one min-
ute with occasional inversion of the sample; exposing to a compressed air
blast, gradually bringing the sample to within 10 cm of the air-jet nozzle to
break any cell-bridging adhesive films; and air drying for 30 minutes before
weighing. The resulting coatings had estimated average thicknesses ranging
from 9 to 13 ym.
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STEP 2. FORMATION OF PACKED-POWDER BED

The adhesive-coated foam substrate was packed into the ceramic powder
as follows: Powder was added to a 30-ml (1-0z) glass jar which was tapped

*Thickness estimates were based on welght gains, as described later.
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on the tabletop to settle it, forming a powder bed approximately one fourth
of the jar depth. The adhesive-coated foam substrate was placed on the
oJowder bed, powder was added around the sides of the substrate, and the
jar was tapped on the tabletop a few times to fix the substrate's puosition.
More powder was then added, on top and around the substrate, with frequent
tapping-in so that the powder level rose rather evenly through and around
the substrate. When the substrate was corapletely impregnated and covered
by powder, additionul powder was added and tapped-in until the bed level
was approximately at the point of the jar-neck constriction.

i ks i, it AL

Control of Powder Pressure

In the early experiments, light powder pressure and resiliency of the
pressure maintenance was varied qualitatively by placing onc or more 0. 32-
cm (0.125-inch)-thick rubber disks atop the powder bed, varying the com-
pression applied to a 1. 27-cm (0. 5-inch)-thick polyurethane foam disk
placed under the jar lid. The results of these experiments suggested that

the packing pressure is an important process variatle, deserving more
quantitative control.

In order to estimate the r ange of pressure levels used in these experi-
ments, load-compression tests were made on the foam disk placed in a sand-
wich between two rubber disks, using an Instron testing machine, cross-head
rate of 0. 127 cm (0. 05 inch)/min for a strain rate of ~ 0. 10/min in the foam.
Reproducibility was poor, and the unloading portion of the tests showed very
large hysteresis. An additional test was made with periodic interruptions
of the crosshead motion in order to observe the load relaxation. Figure 5
shows the pressure-strain results. Other experiments indicated a pressure
of approximately 40 kPa (5. 8 psi) at a foam thickness of 1 mm (¢ = -2.53).
The large stress relaxation, high sensitivity of pressure to foam thickness
in the 1- to 4-mm range, and nonlinear relationship all suggested unsuita-

bility of the compi essed foam disk as a means of imposing a controlled
pressure on the powder bed.

E
E

A simple means was devised for applying light pressure levels to the
powder bed which is insensitive to precise powder filling or compaction.
This was accomplished by loading with a spring whose deflection is large in
comparison to variations in the powder level. The following method was
established: Powder was packed into a small glass jar as before, up to a
level within the jar-neck constriction., A rubber disk was placed on top of
the powder bed and then a metal disk, its surface lying below the jar top.
The jar was capped with a cap drilled out to permit access to a coil spring
which bore on the metal disk. The spring was compressed by enclosing the
whole arrangement within a large jar so that the entire assembly could be
vibrated as in step 3 of the procedure describe” earlier.

-
il
4
H
;Z
H

In order to measure the pressure applied, the sample jar (filled with
powder and topped with the rubber and aluminum disks and cap) was placed

18
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Compression test results on poly-
ot / | urethane foam pad used to provide

, pressure in early packed-bed powder
1 coating experiments.
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on a common household scale which was then adjusted to zero. The inverted
outer jar, with the spring attached to its bottom, was then lowered over the
sample jar so that the spring passed through the drilled cap, contacting the
zluminum disk. The force required to compress the spring so that the outer
jar just contacted the scale platform was measured. The whole assembly
was then removed from the scale, and the inverted outer jar was capped,
thus compressing the spring with the same force as that just measured.

Mosi coatings were made with a spring that provided a pressure of ~ 18 to
20 kPa (2, 6 to 2. 9 psi).
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STEP 3. VIBRATIO! PERIOD

PRy

A rather gentle vibration was supplied by clamping the container to the
base of a small motor (115 V, 0.90 A, 1550 rpm) with an eccentric rod
attached to its shaft, the whole assembly resting on three 1. 27-cm-(0. 5-inch)
thick polyurethane foam pads. The vibration amplitude was approximately
1 mm. Vibration times ranged from 30 to 90 minutes, to make the powder
packing time (step 2) negligible by comparison.

o=
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STEP 4. LOOSE POWDER REMOVAL

The shake-out procedure made use of special tongs ccmposed of two
wire loops connected by a U-ghaped wire and covered with polyester screen-
ing 80 as to form a pair of parallel screen-faced plattens; one of the wire
loops had a short wire stub whici was chucked in a "Dremel" vibratory en-
graving tool The sample and the powder were removed from the jar by
inverting it over a container of the same powder and lightly contacting the

P M.
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side of the jar with the edge of the vibrating loop. The sample, encrusted
and impregnated with powder, was lifted out with plastic-padded forceps and
grasped between the screen-faced plattens of the special tongs. When the

vibrator was turned on, loose powder flowed out of the foam substrate's
interstices in a few seconds.

STEP 5. CONSOLIDATION

APr-tau . e Qe e

Coneolidation of the coating was performed by heating in an oven at
about 130 °C, usually for 30 minutes. This step also delivered adhesive to

the coating's outer surface in order to permit repeating the cycle of the
coating process steps.

A

PO

COATING EVALUATION

Visual examination under a binocular microscope at 10X was used to
examine the uniformity of the coatings and the extent and nature of the de-
fects. The amount of adhesive applied and the amount of ceramic powder

Incorporated into the coating in each cycle of the coatir : steps were moni-

tored by weight changes. These weight changes are expressed as approxi-
mate average thickness values in order to assist in interpretation of their
physical significance. The conversion from weight change to coating thick-
ness, as monitored during the investigation and reported in the quarterly
progress reports, employed a thin-film approximation and assumed all of
the ceramic shrinkage to be in the thickness direction, The latter assump-
tion permits an estimate of the fired ceramic thickness without knowledge
of its green density. However, since very little of the ceramic’'s total
shrinkage is likely to occur before decomposition of the polymer substrate

assumption of isotropic shrinkage provides a more accurate estimate of
the fired ceramic thickness.
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In order to permit ceramic thickness calculations based on isotropic
shrinkage during firing, the green density of the coatings was estimated as
the ''tap density'' measured by prolonged "tapping down' of a powder sample,
contained in a glass graduate, until its minimum volume was attained. The
tap density was measured for three ceramic powders of particular interest

for the other powders, it was taken as the average percent of the theoretical
density found in the three measured powders.

P
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ADHESIVE THICKNESS
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Let t, be the average adhesive thickness that results from adding W,
g's of adhesive, of density 6,4, to a substrate whose weight and density are

Then

Wg and 6, w1th an average fibril diameter Dg.
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w, , 2ta> 5,
A = = le=—) -1+
a W_s k D, 6,
A5 D
t, = 1+ 5 8.1 2B 9
a 53 2 (2)

T o 1 e

A PMMA-coated polyurethane foam sample, prepared in the same way
as those used in this investigation, had a measured density 65 = 1. 158 g/cm3
and an average fibril diameter Dg = 300 um. Th§ adhesive's densify, as
reported by the manufacturer, 18 6, = 0.95 g/cm”, Hence,

ta(pm) = 150 [V T+ 1.22 Aa - 1] (2a)

T ——

For typical adhesive additions, the thickness as calculated by the thin-film
approximation used for the quarterly progress reports is about 4 percent
higher than that calculated by Equation 2a.

T S e ek i
Y e B J

FTRED-CERAMIC THICKNESS %
F
Let t; be the average thickness of a ceramic co;ting of weight W, and 1
volume V¢ after firing to density 6., and let tg, Wy, and 6¢ be
its green thickness, weight, volume, and density. Let ? 65/ Gc and
’ Ac = W /WB. Then, if it is assumed that the adhesive fully permeates the :
} cera.mlc coating during the consolidation step of the coating process, the i;
inner diameter of the ceramic coating is D g’ and H
£
Wy 2t; 5. E
Ac = W - (1 + = o f
8 8

)
L

t Vc fw )
For isotropic shrinkage, té :<V_é> = <_w_
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fw (173 2 D
¢ 1 c 5 _, 8 (3)
c \W, +76—c— 2

t

The average fractional "'tap density', relative to the theoretical densitv,
for the three measured powders was 51, 3 percent, and for all of those
powders W(':/Wc = 1. Hence, using the average value for f,

1/3

\% 1
C
tC = 120(w‘—€;> SN/ 1+ 2.26 AC)EC - IJ (33.)

For context, a coating thickness calculated as 25 um by the approximation
used for the quarterly progress reports would be estimated as ~ 33 um
using Equation 3a. The difference arises principally from the assumption
of isotropic shrinkage in deriving Equation 3a.

COATING RESULTS: ALUMINAS AND ZIRCONIA

The following powders were used in the coating experiments (in order of
their first use):

A. Excel Metallurgical Inc. "3-5 CAL'" alumina, nominal 1-um
particle size, + 0.1 percent MgO (Malincrodt analytical reagent),
roller-milled together for 2. 75 hours in 2.5 g benzene /g powder,
then air dried.

"Linde C" alpha-alumina, nominal 1-um particle size.

C. Norton Company ''38-900" fused alumina (electronic grade), apprax-
imately 10 um nominal particle size.

D. Excel Metallurgical Inc. "3-5 CAL" alumina, as received.

E. 12 W/o Y903-ZrOg (Zirconium Corporation of America, -325 mesh,
prepared from 99.% percent Y904 and nuclear-grade ZrOs).

F. Reynolds Metals Company "RC-HP'" high-purity alumina. "Typical"
analygis 99. 95 percent Al,O3, 95 percent alpha, surface area 7 to
10 m*/g (equivalent sphere diameter ~ 0. 2 um), median crystal
size 0.5 um,

G. Alumina '2'CR10" (Adolph Meller Company, lot No. 2787), surface
area 8 m“/g (equivalent sphere diameter 0. 2 um). Described as

"deagglomerated''.
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H. Same as G but calcined 1.5 hours at 1375 9C in vacuum, then

lightly ball-milled dry. Surface area § mz/g (equivalent sphere
diameter 0.3 um).

Power A was prepared as a coarser-particle analﬁ of that normally
used in the preparation of General Electric's Lucalox very high-density
alumina; the MgO inhibits grain growth and thereby promotes sintering to
near-theoretical density. Powders B, C, D, F and H were used to explore
the aggregation behavior of alternate alumina powders, and powder E was
used to test reproducibility of the results obtained in earlier experiments.
Preparation of the Reynolds ""RC-HP'" powder (Powder F) is believed to in-

clude heavy ball milling; it is a very free-flowing powder consisting of fine
aggregates.

she mient of these experiments was to define a combination of specific
process procedures and powder specifications, required for the preparation
of a uniform ceramic coating approximately 25-pm thick (at full density),
with a minimum number of process steps. Coating defects and nonuniform
or inadequate pick-up of the powder may result from deficiencies in the
powder and/or one or more of the process procedures, and the proper
specifications of the powder and the procedure are probably interrelated.
The principal focus of the experiments was on the powder-related variables

and on the light pressure supplied to the powder bed during the hypothesized
adhesive diffusion step (step 3).

The quantitative results are summarized in Table 4. For reference,
the coating experiments are numbered, the first two digits denoting the sub-
strate and the third digit the cycle of the coating steps.

In coating series 01 through 07, the powder pressure was provided by
the compression of a polyurethane pad. In series 01 through 05, the foam
compression was not measured. It is estimated that in those coating ex-
periments recorded as "firm' pressure the foam was compressed to ~ 4 to
~ 1 mm, producing pressures from ~ 4to ~ 50 kPa (~ 0.6 to~ 7 psi). In
those coating experiments recorded as "light' pressure, the bressure prob-
ably ranged from ~ 2 to ~ 4 kPa (~ 0.3 to ~ 0. 6 psi). In coating series 06
and 07, the pressure was estimated from the measured foam compression.

In all of the subsequent coatings, the spring compression method described
earlier was used to provide the powder pressure.

(E) Registered trademark of the General Electric Company.

23

L

e e i, i MR ST ORI T

i AT A N T et BT A e L

o

i o TR




LA T Lt (IR

CENERAL @ ELECTRIC

Table 4

QUANTITATIVE RESULTS OF ALUMINA
POWDER-COATING EXPERIMENTS

Experiment Aldheege Pressure Time foatl.ng
__ No. ar M Powder  kPa(pst) (min) ¢ #m
o1 9.4 All tirm( 90 7.4
012 -- A light 30 5.9
013 -- A light 30 6.3
014 -- A light 90 8.7
021 9.8 A8 light 80 5.0
022 -- AQ light 30 5.0
031 11.2 B Ught 30 8.8
032 .- B firm 30 4.0
041 12,2 C firm 30 16.7
042 -- c®  firm 30 12.6
051 10,3 D light 30 10.9
052 .- D firm 30 12.1
053 - D firm 30 11.7
054 -- D firm 30 10.4
061 11.0 D ~50(7) 30 19.6
062 -~ D ~ 30(4) 30 15.1
063 .- D ~ 30(4) 30 18.6
071 12.1 E ~50(7) 30 18.6
072 - E - 30(4) 30 10.5
081 11.9 F 120(18) 30 20.4
0gl 11.7 G 18(2.6) 30 9.6
101 10.3 H 20(2.9) 30 13.5
111 12.2 D 18(2.8) 30 14.3
112 - D 18(2.8) 30 12.5

1) Powder drled an additional 42 hours at 130 °C.

2) Powder dried an additional 18 hours at 130 °C.

3) Powder ground in glass mortar and pestle just before addition
to container.

4) See text for explanation of qualitative pressure designations.

COMMENTS AND VISUAL OBSERVATIONS

Experiments 01x — Lucalox Analog (Powder A)

011, Some small spherical aggregates were observed during packing.
After vibration, considerable vibration was required to discharge the packed
powder from the inverted container, The coating was somewhat rough with
small gaps, probably due to aggregates. It was also suspected that over-
firm pressure may pack the powder so it does not feed into the interstices.

012, A lighter pressure resulted in a less firmly packed powder bed,
judging by quicker discharge of the powder. The coating was still rough,
and a few small gaps occurred in the interior.
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013. After experiment 012, the sample was heated 19 hours at 130 °C
to explore the possibility that oxidation and/or polymerization of the adhe-
sive might ''set'" it so that a second dip in the heptane/S-10 solution could
be used to add more adhesive. A small amount of powder was removed
during this dip. The pickup remained light, so availability of the adhesive
probably was not limiting.

014. The coating was somewhat rough, but appeared continuous.

Experiments 02x — Lucalox Analog (Powder A)

021. The sample interstices may have been poorly filled due to a large
powder addition before tapping in. The sample had a very speckled light
coating, except for an area within about 1 mm from one horizontal (in the 3
container) face.

T Ty

022. The coating was slightly rough and not quite continuous. It was
thinner when viewed from one horizontal face than from the other.

I '

Experiments 03x — Linde C (Powder B)

031. No spherical aggregates were visible to the naked eye during
packing. Nevertheless, the coating was speckled, apparently due to small 3
aggregates. The coating was almost complete near the surface, but sparser E
in the interior. 3

032. The coating appeared nominally continuous at 20X, but was com-
posed of very small aggregates with interaggregate gaps easily visible at 140X.

Experiments 04x -- Norton 38-900 (Powder C) ‘

041. The coverage was nonuniform but was complete in some areas of
the sample. The coating was composed of small aggregates.

RPPRRE

042, The sample was almost fully covered, but had a few small holes.

The aggregates were not eliminated by grinding the powder just before its
addition.

LT B

Experiments 05x — Excel "3-5 CAL' (Powder D)

051. The coverage was nonuniform; most of the area near the surface _
was continuous, while some small patches were very thinly coated. -

052. The coating was a little bumpy, but continuous.

AT

054. Using a "firm" packing pressure, continuing additions of ~10 umn/
process cvcle occurred.
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Experiments 06x — Excel '"3-5 CAL" (Powder D)

These were the first experiments made with measured compression of the
foam pressure pad.

061. The near-surface coverage was complete and continuous, except
for a few thin areas near the fibril junctions. The interior coverage was
somewhat beiter than experiment 051, but patchy; the coverage density
changed discontinuously at the edges of thin patches. The coating was more
nearly complete when viewed from one horizontal face than from the other,

062. The sample was packed with its poorer-covered side up. The
coating was a bit lumpy, but essentially complete.

063. Using "very firm'" packing pressure, sustained large additions
(15 to Id um/cycle) occurred.

Experiments 07X — Stabilized Zirconia (Powder E)

The 07x experiments were conducted to compare the coating behavior of
the alumina powders with that of the "as-received'" zirconia used earlier.

071. Very few spherical aggregates were observed during the powder
packing procedure. but the powder seemed a bit more free-fiowing than any
of the aluminas tried thus far. The coating appeared fairly uniform when
viewed from one horizontal face; when viewed from the other side, the
sample interior was more lightly covered, with some bare areas.

072. The coating appeared generally uniform.

Experiment 081 -- Reynolds RC-HP (Powder F)

The purpose of this experiment was to determine whether the aggregates
responsible for this powder's free-flowing characteristics might be broken
down by the (relatively) high pressure, while its initial free-flowing character-
istic weuld enhance the powder's penetration into the foam's interstices.

During powder loading, a few of the preformed aggregates were large
enough to resist temporarily penetration into the foam; otherwise, powder
appeared very free-flowing., After 30-minute vibration under this pressure,
the powder was rather resistant to removal from the jar by contact with the
Dremel vibrator. However, the powder flowed out of the foam interstices
quite readily, except for a few loose agglomerate particles, This suggests
that interparticle bridging in the bed may inhibit pressure transmission into
the interior of the foam. The coating consisted of an approximate monolayer
of small agglomerates, with interagglomerate gaps of comparable size.
There was no evidence of agglomerate breakdown.
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Experiment 091 — Meller CR10 (Powder G)

This "deagglomerated' powder had a very strong tendency to form
agglomerates. During powder loading, it was necessary several times to
"pour off'' the agglomerates that almost covered the bed surface. In view
of this characteristic, the whole spring-loaded powder bed assembly was
manually tapped on the table for one minute, to promote powder penetra-
tion, before commencing the usual 30-minute mild mechanical vibration.
The powder could not be removed from the jar by contact with the Dremel
vibrator. Upon tapping the jar in a petri dish a large powder-cake split off,
separating at the foam sample top surface. Dremel-vibration then removed
the sample and most of the remaining powder. The coating coverage was
poor, particularly in the interior, and the top/bottom was asymmetrical.
The principal coating units were agglomerates, estimated to be ~ 50 um
(0. 002 inch) in diameter.

* Experiment 101 — Calcined Meller CR10 (Powder H)

The powder seemed to penetrate well during loading, with little forma-
tion of visible agglomerates. After vibration the powder unloaded readily
upon contact with the Dremel vibrator.. The coating coverage was speckled,
with a considerable range of agglomerate sizes, up to ~ 50 um. A few
nearly bare regions were even larger, perhaps due to removal of large
agglomerate particles.

-
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Experiments 11x — Excel "3-5 CAL'" (Powder D)

111. Agglomerates were visible during shake-out of the powder from the
sample interstices. The coating was slightly rough (suggesting some agglom-
erates were involved) and had a few breaks in continuity. The coating was
fairly uniform in thickness and was symmetrical.

112. This experiment fol"owed the same procedure and had the same
shake-out characteristics as experiment 111, The coating was slightly
rough, and was continuous except for a few gaps very deep in the sample, as
viewed from one side.

i,

CHARACTERIZATION OF ALUMINA POWDERS

Since the Excel "3-5 CAL" alumina (powder D) seemed most nearly sat-
isfactory of those tried, an inquiry was made to the Excel Metallurgical
Company for any available information concerning it. Excel could not iden-
tify the designation on their label, so characterization efforts were initiated

in our (General Electric) laboiatory.
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Light and electron micrographs were made of the "3-5 CAL" alumina
(pcwder D), and electron micrographs were made of normally labeled Excel
0.3-um and 1-pm alumina polishing powders and of the Lucalox mix (pow-
der A) prepared by milling ""3-5 CAL" with 0.1 percent MgO in benzene,
The "3-5 CAL'" micrographs (e.g., Figure 6) showed a rather wide range of
particle sizes, with a large number of particles in the 0.5- to 1-um range,
an apparent dominance by volume of 3- to 5-um particles, and few larger
particles, up to~ 10 um. The particles had sharp edges and aspect ratios
in the range of 1 to 2. The Lucalox mix micrographs (e.g., Figure 7)
showed no particles larger than ~ 1 um, and the particle edges were quite
rounded. In addition there was a substantial amount of aggregated fines,
with individual particles in the 50- to 100-A range. The larger particles
resemble those in normally labeled 1-m polishing powder in size range
and configuration (Figure 8), Aggregated fines similar to those in the
Lucalox mix were found in the nominal 0.3-um powder, but not in the 1-um
powder (compare Figures 8 and 9).

X-ray diffractomerter analysis of the Lucalox mix povder indicated only
alpha-alumina, as expected; but the as-received '"3-5 CAL' powder had
additional peaks that index as beta-alumina. This observatinn is quite
puzzling. It would imply substantial contamination (sodium or other alkali
metal), which would not be removed by the processing used to prepare the
Lucalox mix, X-ray fluorescence analysis (for all elements above sodium
in atomic number) indicated that the "3-5 CAL" had very small amounts of
Zr, Ga, Zn, Fe, Ti, Ba, and K, and Ca in the range of 0,1 to 1 percent,
all of which were absent in the Lucalox mix.

The micrographic observations suggest that ''3-5 CAL" alumina may be
a powder sieved to nominal 3- to 5-um particle size, with finer particles
either carried along or perhaps produced by the ultrasonic treatment used
in preparing the dispersion for onservation. The powder is apparently very
friable, judging by the edge rounding and elimination of the larger particles
after roller-milling for 2.75 hours. The differences in structural content of
the "3-5 CAL" and Lucalox mix powders remain unresolved.

CONCLUSIONS FROM Al UMINA COATING EXPERIMENTS

1. Visual observations after the first-coat experiments provide a
satisfactory qualitative screening test of coating uniformity.
Quantitative measurements of the total coating uniformity need
not be a part of this preliminary screening of powder quality.

2. The coating thickness (weight) increments on successive coating
cycles provide a test of the adequacy of the adhesive.

3. For the packed-bed powder coating process, the most important
characteristic of powder behavior is its tendency to form
aggregates.

28
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Figure 6. Electron micrograph of Excel "3-5 CAL" alumina
(powder D). 5000X

Figure 7. Electron micrograph of Lucaiox mix (pcwder A),
25 000X .
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Figure 8. Electron micrograph of Fxcel 1-ym alumina
polishing powder. 25 000X

e e D

Figure 9. Electron micregraph of Excel 0. 3-um alumina
polishing powder, 25 000X
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4. Other variables, in addition to particle size, have substantial in-
fluence on a powder's tendency to form aggregates.

5. A powder's capability to flow into the substrate's interstices is
probably related to its resistance to aggregate formation, i.e.,
a single '"packing' property governs both.

6. Packing pressure is an impoertant process variable and should be
controlled quantitatively.

7. Adhesive thickness in the range of 9 to 12 um appears adequate
for the preparation of ceramic coatings greater than 25 ;/m in
thickness (as-sintered).

T

8. Excel 3-5 alumina (powder D) is the most nearly satisfactory
powder of those studied in its behavior in the packed-bed powder
coating process. Its relative freedom from agglomerate forma-
tion is probably due to its coarse particle size.

A g,

“CONVENTIONAL" CERAMIC COMPOSITIONS

In +iew of the conclusion that only coarse particle size had provided

: freedom from agglomerate formation in the powders tested so far in the !
packed-bed powder process, it was decided to shift attention to ceramic t
compoeitions more amenable to sintering, which permit use of large par-
ticle sizes. These more '"conventional” multi-component ceramics contain
some liquid phase at sintering temperatures, and usually some glassy phase

at lower teriperatures, as distinguished from the pure oxide ceramics in-

vestigated previously. It was recognized that the presence of a glassy phase

would probably increase the diffusive permeability to heat-exchange gases.

However, it seemed desirable to accept this potential disadvantage at least

temporarily, in the interest of improving the likelihood of quickly attaining
a leak-tight microtubular structure.

The candidate ceramics considered were high-quality engineering
whiteware ceramics in the Alp03-MgO-SiOy system, such as mullite,
forsterite, steatite, and cordierite ceramics, These ceramics are normally
prepared from mixtures of silicate minerals rather than from the terminal
oxides of the ternary system. Accordingly, experiments were conducted on
packed-bed powder coating using various mineral or single-oxide powders
to identify powders that might be used either singly or in combination to
prepare desired compositions in the Al,O -MgO-Si02 system, In addition,

coating seouences were conducted using powder ground from a prefired
foresterite ceramic, a fused synthetic forsterite powder, and feldspar, use-

ful as a source of the fluxing agents Na20 and K20.
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Packed-bed powder-coating experiments were performed as generally
described earlier, using the spring-loaded arrangement to maintain pressure
in the powder bed. The vibration time for all of the coatings was 30 minutes.
Unless otherwise noted, the spring pressure was approximately 19 kPa
(2. 8 psi), and the coating consolidation was 30 minutes at ~ 130 °C. The

following powders were used (the letter identification follows that of the
single-oxide powders examined earlier):

I.  Calcined Kyani'e

Supplier: Kyanite Mining Corporation
Typical analysis:

Al, 0, 59.2 -61.8% CaO 0.03%
MgO 0. 01 FeO 0.16 - 0.94
Si0, 38.7 TiO,  0.67
Alkalies 0. 42

This material is a mixture of mullite (3Al903- 25i0,) and silica.
According to Professor Jesse Brown of the Virginia Polytechnic
Institute, consultant to the supplier, it contains ~12 percent free
silica as colloidal cristobalite, with small amounts of quartz.

The calculated theoretical density is ~3. 00 g/cma.

J. Sierra Talc No. 1

Typical analysis:

Al,0, 0.7% Cao 8.6 %

: MgO 27.8 F9203 0.3

; 510, 52.8 Ignition Loss 8.1
Na20 1.2

The theoretical density is 2. 83" g/cma.
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*The theoretical density is 1ot corrected for possible changes due to Icss ]
n ignition.

32




Kl

L.

Kentucky Ball Clay
Typical analysis:

AL,04 20.5 -33.4%
MgO trace - 0.51
S10, 51.6 - 66.2

K,0 0.28 - 1.64
Na,O 0.08 - 0.55
CaC 0.05 - 0.55

Fezo3

TiO2

SO3

PZOS
Ignition Loss

0.9 - 1.6%
0.2 - 1.9

0.03 - 0.11
0.03 - 0.15
8.67 - 12.82

For purposes of estimating post-firing coating thickness, the theo-

retical dengity was taken as that for kaolinite (Alp0g3-25i09-2H

2.6% g/em®.

E.P. Kaolin, Florida, Lot B

Supplier: Edgar Plastic Kaolin Company

Typical analysis:

21,04 38.26 %
MgO "=
Si0, 45,58
K,0 0.33
Li,0 0.15
NaZO 0.11
BaO 0.01
Ca0 0.18

PbO

Cr203
Fe203

'I‘iO2

ZrO2

V205
Ignition Loss

20,

0.02 %
0.01
0.70
0. 42
0.10
0. 05

13. 43

The*theoreéical density was approximated as that for kaolinite,

.6 g/cmv,

33

*The theoretical density is not corrected for possible changes due to loss
on ignition,
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M. 38-400 Alumina

o

Supplier: Norton Company
Typical analysis:

A1, 04 99.8% Ca0 <0.02%
MgO <0.02 Fe,Oq 0.03
Si0, 0.02 Zro, <0.02
Alkalies <0. 02 C 0. 004

This is a high-grade electronic grade of fused alumina, nominal
400-mesh particle size.

The theoretical density is 3.97 g/cms.

Volclay Bentonite

Typical analysis:

ALO, 20.7% Fe,0, 3.03%
MgO 2. 30 TiO, 0.14
Si0, 64, 3 P,0; 0. 01
K,0 0. 39 S04 0. 35
IJaZO 2. 5% Other 0.01
Ca0 0. 52 Combined Hy0 5.14
Fed 0. 46

Bentonites are clays formed by the decomposition of volcanic
glesses, The principal mineral constituent is montmorillonite,
a hydrated aluminum-magnesium-sodium silicate. The density
of minerals of the montmorillonite group "after dehydration by
oven drying' [Ref. 7] ranges from ~2.2 to 2,7. For purposes
of estimating a post-firing coating thickness, the density of
bentonite has been taken as 2.5 g/cm3.

*The theoretical density is not corrected for possible changes due to loss

on ignition,

Ref. 7

R. Papin, "Bentonite', Encyclopedia of Chemical Technology
2d edition, John Wiley & Sons, Eic. , New York, Vol. 3 1953

pp. 339-360.

1 ’
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O. F202 Forsterite

A prefired forsterite ceramic, reground to -325 mesh. The re-
ported batch formulation [Ref. 8] is:

Sterramic talc 40 %
Mg(OH), 40
BaF2 10
Kentucky ball clay No. 4 7
Bentonite 3

The theoretical density was taken as 3. 15 g/cm3, the high end of
the range reported for commercial F202 forsterite ceramic,

P. No. 1736 Treasure Talc
Supplier: Whittaker, Clark & Daniels, Inc.
Typical analysis:

Al,Og 0.79 % Fe, O, 0.11%
MgO 33.1 PZO5 0.07
S10, 61.2 S04 0.01
Nazo 0.03 Ignition Loss 4, 35
Ca0 0.20 Moisture Loss none

The fired density reported by the supplier is 2. 69 g/cms.

Q. K-200 Feldspar
Supplier: The Feldspar Corporation

Typical analysis:

ALO, 18.3%  Na,O 3.8% E
MgO trace Ca0O 0. 36 '
SiO2 67. 1 Fe203 0. 07 1
K20 10.1 Ignition Loss 0. 26 '

Feldspars are solid solutions of albite (NagO+Alo0g-65109),
orthoclase (KZO-A1203' 65i0,), and anorthite (CaO-A1203-ZSlOZ),
with some frec silica. Omit?ing impurities, the composition of
K200 feldspar may be reformulated as 32, 3 percent albite, 59.9

Rel 8 L. Naviasg, "Advances in Ceramics Related to Electronic Tube

Developments"”, Jourral of the American Ceramic Society,
Vol. 37, 1954, pp. 328-350.
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percent orthoclase, 1. 8 percent anorthite, 0.5 percent alumina,
and 5. 6 percent free silica. (The 'free alumina' is probably an
artifact resulting from minor analytical errors.) Based on these
constituents, the calculated theoretical density is 2,57 g/cm".

C-70 Forsterite

Supplier: Muscle Shoals Electrochemical Corporation
Typical analysis:

Al,0, 0.2% Ca0 0.4%
MgO 56. 6 Fe,0q 0.1
S10, 42,17

This is a synthetic forsterite produced by melting high-purity
materials in an electric arc furnace. The phase composition
calculated from its nominal analysis is ~ 90 percent forsterite
(2MgQO- Si09). The powder sample used was screened through

325 mesh. The theoretical c&ensity was taken as that for the
pure compound, 3.223 g/cm”.

Silica

Several silica powders were prepared, based principally on various

particle sizes of Minusil (supplier: Pennsylvania Glass Sand Cor-
poration).

Typical analysis (30 micron):

Al,04 0.09% CaO trace
MgO trace Fe, O, 0.023 %
S10, 99,90 %

The first silica powders were prepared using 5-um Minusil, This
is a high-purity crystalline silica, ~98 percent below 5 . m, 7C
percent below 2 ;m in particle size. As-received, it was severely
agglomerated; on screening, it immediately reformed agglomerates,
An attempt to remove the fines by an alcohol wash did not improve
the agglomerating tendency. Additional powders were prepared by
blending 5-um Minusil with 5 to 20 percent of Cabosil 0, a high-
purity colloidal silica with a particle size of ~0.01 ;um. The pow-
der with 5 percent Cabosil still had a serious tendency to agglomer-
ate, and very little would pass throcu,h a 325-mesh screen. Powders
with 10 percent or 20 perceni Cabosll, designated Sy to Sq, were
free of agglomerates and were used in the coating experiments.
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§y- 5-um Minusil + 10 percent Cabosil 0. A
Roll-blended then screened through
270-mesh and 325-mesh screens. E

5-um Minusil + 20 percent Cabosil 0.

2 Roll-blended then screened through 4
60-, 170-, and 325-mesh screens. ]
Sq-  -170 + 325 screen fraction from the preparation of S,. "'
Silica powders used without Cabosil additions were:
S4. 30-um Minusil, ~98 percent below 30 .m, 55 percent 13
. 1A
below 10 ;ym in particle size. i3
SS’ 10-um Minusil) ~98 percent below 10 um, 50 percent {
below 3 um in particle size. £
These are high-purity crystalline silica powders. The 4
30-um grade was used as-received, while the 10-um e
powder was screened through a 325 mesh to break up l
any agglomerates in the as-received powder. H
The theoretjcal density for all of the silica powders was taken as -
2.203 g/cm?, that of silica glass, since silica would likely be added 3
to the powder mixtures to increase their glass-phase content.
E
T. No. 1 Calcined Magnesite '
Supplier: Michigan Chemical Company (now the Velsicol Chemical
Corporation) t
Typical analysis:
AL, 0.04- 0.20% CaO 0.55 - 1.00 % {
MgO 97.2 -99.0 Fe,O, 0.05 - 0.25 ¢
$i0, 0.20 - 0.40 Ignition Loss 0.0 - 0.5 z
The theoretical density was taken as that for pure MgQO, 3.576 ¢ /emS,
U. '"Pseudo-kaolin" Powder Mixture
This powder is a mixture of 75 percent calcined kyanite (powder I) E |
and 25 percent Cabosil M-5, a high-purity colloidal silica. The 3
powders were blended and screened through 270 mesh. The com- £

position was calculated to match the alumina/silica ratio of kaolin, :
as a possible response to the finding that all of the fast-coating :
powders identified at that time were deficient in silica content com-
pared to the clays used as the constituents of conventional ceramics,

e

For estimating equivalent "'fired-coating thickness' from the coating
weight, the theoretical density was taken as that of kaolin, 2.6 g/cmS.
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V. ‘"Electrical Insulator'" Powder Mixture

This powder is a mixture of 29 percent calcined kyanite (powder I)
34 percent feldspar (powder Q), and 37 percent 10-pm Minusil
(powder Sg). This mixture corresponds in composition to the elec-
trical insulator ceramic formulation published by Norton [Ref. 9].

All of the powders were individually screened through 325 mesh,
the mixture was then weighed out and tumble-blended, and finally
screened again through 325 mesh to break down any aggregates
formed during the mixing operation.

The powder's theoretical density, calculated without regard for
homogenizgtion or reaction among the constituent powders, is

2.56 g/cm”.

W. "Parian'" Powder Mixture

This powder is a mixture of 28 percent calcined kyanite (powder 1),
60 percent feldspar (powder Q), and 12 percent 10-;; m Minusil

(powder Sz). This mixture corresponds in composition to the %
! "Parian' ¢eramic formulation published by Norton [Ref. 9]. The
1 preparation procedure was the same as for powder V. é
The p:?wder's theoretical density, calculated as above, is 2. 646 5

g/cm®, 'i

PACKED-BED POWDER COATING RESULTS

As for the single oxides, the coating experiments are identified by a
three-digit number, the first two denoting the sequence on a particular sub-
strate and the last digit indicating repeat coating cycles. Quantitative re-
sults of the coating experiments are summarized in Table 5.

RN o W P
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COMMENTS AND VISUAL OBSERVATIONS

L Experiments 12x — Calcined Kyanite (Powder I)

No aggregate formation was observed during the packing operations, and
the powder flowed very smoothly into the foam interstices. After the first
coating cycle (experiment 121), the coating appeared somewhat sparse (salt-
and-pepper) and looked less fully ccated in the sample interior than near its
surface. After the second coating (122), the coverage was probably complete
and definitely appeared complete after the third coating.
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Ref. 9 F.H. Norton, Elements of Ceramics, Addison-Wesley Publishing
Company, Reading, Mass., 1952.
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QUANTITATIVE RESULTS OF AIZOS-MgO-SiOZ SYSTEM
POWDER COATING EXPERIMENTS

Experiment

Table 5

Adhesive Coatlng

i n . m
No. W um Powder e v

n
2)

3)

4)

4)
€)

11 10.9 1. Csleclned kyanite L]
122 .- 10.
s . s.

1 10.9 J.  Blerratalc No. 1
32 --
13 .-

141 9.1 K Keatuchy ball clay
141 -
104 .
im .

181 14 L L. P. Kaslln
182 .-

181 11.% L 38-400 Al70y
182 .-
18) .-

" 8.8 N.  Volclay bentonits
172 .-
imn .

181 103 0. F-202 forsterite’ 3
19 -
183 ..

16 12 P Treasure lalc
192 -
192 .-
194 .

91 10.6 Q. Feldspar

- .~
HNO UM LU AG RNMUL VLS

-

213 12.3 R. C-70(craterite

121 131 S, Sihca <

B CNON NEANN KO DEINO WEaas SDO SO0 MO NBOG DM SN
Y

kM) ? S’. Silica ~
i 8.3 %y, Sllica

M no T. Magnesite

-

161 1.7 L Pseudo-kavlln

304 m Miraell

I
-~
-
.
‘
COE mND Bl WU Wash BOD abAe F$3 G Wl

ADRM DUEm ALCE SR SON AEBO VOR —~ew &w

81 11.2 85, 10-pm Minusil 18,

i 8.9 v. “Electrical tnaulatort? 18

U .- )

0 88 w. pariant® [}
0 - 8.
30 -- s,
304 -- [}
3 bs 0. X202 forateritet 2.
n -- 1,
3 - 13

Faliows - 19 haurs at 130 °C ~onsolldation of preceding coating layer.
Follows ovarright at room temperaiare then a second 30 minvies at
136 “C to provide a “dry” initial weight. Bpring presaure s 48 kPa
(6.7 pol).

Coating thigkne alues calculated using measured “tap denslty’ of

1 38 g/cm” as “green densily. '

Accidentally omitted welghing after application of adhesive. Fire-
coal thickness estimated or asaumption that adhesive weight cor-
responded to Avarage ndheelve thickness of prior experiments

{11 0 um). '

A® abave, tap denslty 191 81 g/cm .
Anahove, tap density is 1.30 g/(‘m3
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Experiments 13x -- Sierra Tale No. 1 (Powder J)

No aggregate formation was observed during packing. The powder
flowed so easily that it readily rose around the edges of the rubber disk
normally used to close off the top of the powder bed. A thin rubber mem-
brane, extending between the jar threads and the cap, was placed between
the rubber disk and the aluminum disk to assure that the spring pressure
applied to the powder bed would not cause continued outflow of the powder. i
The presence of this membrane may reduce somewhat the pressure de-
livered to the powder bed.

After the first coating (131), the coating appeared sparse (salt-and-
pepper) but uniformly throughout the sample. It appeared to be uniform and
fully covered after the second coating (132).

Experiments 14x — Kentucky Ball Clay (Powder K)

This powder filled very smoothly, again with no aggregate formation,
and appeared to need a rubber membrane to assure containment of the
powder. The coating appeared essentially complete (little salt-and-pepper)
after the first coating (141). Increased pressure applied during the third

coating step had little, if any, value in increasing the coating thickness per
cycle.

Experiments 15x — E. P, Kaolin (Powder L)

Occasional small aggregates were formed di.ring the packing operation.
For the first coating sequence, a rubber membrane was again used to assure
containment of the powder, but was omitted in the second cycle. After both
the first and second coating steps, a few completely bare areas were ob-
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served on the substrate. These bare patches resembled those encountered
in earlier (precontract) work, apparently due to spalling off of the coating,

with its associated adhesive, during the powder shake-out step. This defect
appeared to be agsociated with excessive adhesive thickness,

Experiments 16x — 38-400 Alumina (Powder M)

This powd:r packed in smoothly, with no visible aggregate formation.
The coating had a salt-and-pepper appearance after the first coating step
(161), but appeared uniform and continuous after subsequent coatings.

Experiments 17x — Volclay Bentonite (Powder N)

This p.owder packed in smoothly with no visible aggregate formation.
. Microscopic examination of the coating after the first sequence (171) indi-
. cated the presence of some aggregates, estimated to be 20 to 40 ym in

: diameter. The coating appeared uniform throughout the sample, and con-
| tinuous after the second sequence (172).

1!
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Experiments 18x — F-202 Forsterite (Powder Q)

s T i

) A few aggregates were visible during the procese of packing powder
through the foam, but disappeared as the bed was ''tapped in'". A few
aggregates were again observed during removal of the unbonded powder

from the foam interstices. Visual observation after the first coating opera-
tion showed an incomplete or thinner (salt-and-pepper) coating in some areas,
predominantly at the concave-curvature positions where the foam fibrils

] meet (crotches). After the second coating sequence (182), the coating was

1 visually complete and uniform.

s ol

TN

Experiments 19x — Treasure Talc (Powder P)

The powder packed in smoothly with no visible aggregate formation. The
coating appeared uniforin, but still not quite continuous after the second coat-
ing sequence (192). After the third and fourth sequences, it appeared uni-
form, smooth, and continuous.

o i e T AR A ..o it e

Experiments 20x — Feldspar (Powder Q)

The coating was fairly complete, but had a slight salt-and-pepper
appearance, uniformly distributed, after the first coating cycle (201), The
coating appeared continuous after the second cycle.

IR WP Nl

Experiments 21x — C-70 Forsterite (Powder R)

After the first coating cycle (211), the coating appeared uniform but
slightly salt-and-pepper, which normally indicated a noncontinuous coating.
When there was no change in coating appearance after the second coating
cycle (212), a bit of powder was compacted with a spatula and examined
visually. It contained black particles, probably due to iron contamination.

Experiments 22x — Silica (Powder Sl)

The powder was very fre2-flowing, with no visible aggregate formation
during the first coating cycle (221). On removal of the powder bed from the
vibrator, it was found that the pressure disks had reen pushed down several
millimeters, and powder had flowed around their edges. The usual Dremel
vibrator operation, to free powder from the interstices cf the coated foam
sample, failed to remove the powder packed into a few near-surface cells.
(Hence, the weight gain over-estimates the average coating thickness. )
Visual observation revealed a heavy coating near the sample's surface, with
incomplete coating (salt-and-pepper appearance) in the sample interior. !

T

A few agglomerates were observed during packing for the second coat- [
ing cycle. A rubber membrane was placed over the upper pressure disk to
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restrict the flow of powder around the disk edges. Nevertheless, the powder
compacted during the 30-mirute vibration perjod so that the disks moved
inward ~5 to 6 mm, and the spring load was reduced from its usual initial
value to ~14 kPa (2. 0 psi). The coating now appeared continuous throughout
the sample, but was rough, as associated with self-packing of the powder.
The near-surface foam cells that were powder filled after the first coating
cycle remained filled after the second and third cycles. In the third cycle,
again using a rubber membrane over the pressure disks, the disks moved
inward ~3 mm, with a pressure drop to ~17 kPa (2. 4 psi).

Experiments 23x — Silica (Powder SZ)

The powder was very free-fiowing; a rubber membrane was placed over

the pressure disks in all of the coating cycles. Pressure drops occurred,
as tabulated below.

Cycle Initial Pressure Final Pressure
231 17 kPa (2. 4 psi) 13 kPa (1. 9 psi)
232 15 2.1 14 2.0
233 16 2.3 14 2.0

The low initial pressures suggested that a significant compacticn of the pow-
der took place immediately upon spring loading.

After the first coating cycle, the coating appeared slightly salt-and-
pepper, but nearly continuous, and was uniform throughout the sample. No
bulk-packing of the foam cells occurred. A few agglomerates were observed

in the powder that had flowed around the disk edges, and hence was not under
pressure during the vibration,

After the second coating cycle, the coating appeared continuous.

Experiments 24x - Silica (Powder S3)

This coarser sieve-fraction powder was tried in order to assess whether
a thicker coating per cycle might result from adhering slightly larger aggre-
gates. The powder was quite free-flowing, and a rubber membrane was
placed over the pressure disks to limit its flow. The initial pressure for all
of the cycles was a normal 19 kPa (2. 7 psi) and did not change perceptibly

during the vibration period of the first or third cycles. In the second cycle,
it dropped to 16 kPa (2. 3 psi).

After the first coating cycle, the coating was quite salt-and-pepper and
consisted of ~40-,m aggregates. After the second cycle, the coating was
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nearly continuous, with occasional gaps. After the third cycle, there were
still a few dubious spots, particularly at the concave surfaces near the 4
crotches where four fibrils meet. The coating was somewhat rough. 4

Experiments 25x — Calcined Magnesite (Powder T)

The powder flowed smoothly, but was not so free-flowing as to require
a membrane over the pressure disks. The spring pressure was normal.

and unchanged during vibration. After the first cycle, the coating was con-
tinuous along the foam fibrils, but thin in the neighborhood of the crotches .
The coating was continuous everywhere following the second cycle. g -

Experiments 26x — Pseudo-Kaolin (Powder U)

During the procedure cof packing the foam sample into this powder the
powder displayed a marked tendency to stick on the spatula used for loading
it, but seemed quite free-flowing as it penetrated the foam interstices or
flowed up around the pressure disk. A rubber membrane was used over the '
pressure disk to restrict the powder flow. During the 30-minute vibration
period of the first and second coating cycles, the pressure dropped from its E
initial value of ~18 kPa (2.6 psi) to ~15 kPa (2.1 psi) while in the third ! 4
cycle it apparently increased from ~15 kPa (2 .2 psi) to ~18 kPa (2.5 psi).

After the first cycle, the coating appeared continuous near the sample
surface, but uniformly salt-and-pepper in the interior Aggregates of
~10 um in diameter were visible in the coating. After the second cycle, the
coating was continucus except for a few small bare spots in the interior
Some of thcese remained after the third cycle.

Experiments 27x — 30-um Minusil (Powder S 4)

The powder contained some soft aggregates which appeared to disinte-
grate during tapping-in the bed. The pressure remained constant at ~ 20 kPa
(2.9 psi) in all three coating cycles. After the vibration period, small aggre-
gates were visible in the powder being removed from the foam interstices.
After the first coating cycle, there were many bare or thinly coated areas on
the concave surfaces near the fibril crotches in the foam interior. After the
second cycle, the coating was still not quite continuous in these regions, but
was continuous after the third cycle.

Experiments 28x ~ 10-um Minusil (Powder SS)

The pressure remained constant at ~ 20 kPa (2.9 pei) in all three coating
cycles. Small aggregates were visible in the powder being removed from the
foam interstices after the vibration period. After the first coating cycle, a

considerable fraction of the interior was sparsely coated. particularly near
the fibril crotches. After the second and third coating cycles, the coating é
was continuous. 3

i
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Experiments 29x -- "Electrical Insulator" (Powder V)

The powder packed in smoothly with no visible aggregates, but some
small aggrega.es were observed during removal of unbonded powder from
the foam interstices. The pressure remained constant at ~ 20 kPa (2.9 psi)
during all of the coating cycles. After the first coating cycle, the coating
was discontinuous, and nonuniformly so, in the foam's interior. Thin spots were
not particularly associated with the fibril crotches or other configurational
features. In addition, there was a macrononuniformity from the top to the
bottom of the foam, with the (probably) lower third of the sample more lightly
coated. The second coating cycle was conducted with this lightly coated
portion down, and it remained thin. The third and fourth cycles were con-
ducted with the sample inverted, and its appearance became macroscopically

uniform. After the third cycle, the coating appeared continuous, as observed
from the original thinly coated side of the foam.

Experiments 30x -- "Parian’ (Powder W)

The powder packed in smoothly with no visible aggregates, but some
very small aggregates were observed durirg vibration removal of the un-
bonded powder from the foam interstices. The pressure remained constant
at ~ 20 kPa (2.9 psi) during all of the coating cycles. After the first coating
cycle, the coating was patchy with thin-to-bare areas particularly (but not
exclusively) in the fibril crotches. After the second cycle, the coating was

almost continuous with very few thin spots. The coating appeared continu-
ous after the third coating cycle.

Experiments 31x -- F-202 Forsterite (Powder Q)

This coating was made to prepare a sample for firing to a microtubular
ceramic structure A few small agglomerates were observed during '"tapping
in'" of the foam in the packed powder bed. After the first coating cycle, there
were some thinly coated areas at the fibril crotches. The coating appeared
continuous after the second coating cycle. The reason for higher coating

pickups in this series, compared to earlier coatings (series 18x) with the
same powder, has not been established.

CHARACTERIZATION OF SELECTED POWDERS

Electron micrographs were prepared of powders I through O, Q. S5, and
the powder mixtures V and W. The powders were ultrasonically dispersed
in distilled acetone for 15 minutes, the dispersions were deposited on a car-
bon substrate suppcrted by a 200-mesh copper grid, and micrographs were
made on a Siemens Elmiskop 101 electron microscope at 125 kV. Magnifi-
cations were 6000X to 150 000X. The particles of the clay-type powders
(kaolin, Kertucky ball clay, and bentonite) and of Sierra talc are very thin
platelets, purtially electron transparent. It is often impossible to distin-
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guish between the discontinuities in platelet thickness and the overlap of two
or more aggregated platelets. Similarly, for the K-200 feldspar, the 10-ym
Minusil, and the powder mixtures "electrical insulator' and ""Parian', par-
ticle overlaps and the wide range of particle sizes made quantitative measure-
ments difficult. Hence. while the micrographs of these powders provide a
qualitative indiction of their ultimate particle size, no quantitative measure-

ments were attempted. Typical photomicrographs are provided in Figures
10 through 16.

For the calcined kyanite, the 38-400 alumina, and the F-202 forsterite,
chord lengths were measured using a randomly positioned line grid; and the
mean lineal traverse {. the standard deviation o,. and the standard deviation
of the mean o] were calculated. o provides a general indication of the size
dispersion, but contains also the dispersion resulting from random position
and orientation of the measured chords. For context, the calculated value
of o, for a uniform array of circular particles is ~0. 22 I. The results of
these measurements are summarized in Table 6, and typical photomicrographs
are provided in Figures 17 through 20.

Figure 10. Electron micrograph of E.P. Kaolin
(powder L) 25 000X
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Figure 11, Electron microgg\ph of Keatucky ball clay
(powder K) 25 000X
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Figure 12, Electron micrograph of Volclay bentonite
(powder N) 25 000X
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Figure 13. Electron micrograph of Sierra talc No. 1
(powder J) 25 000X

Figure 14. Electron micrograph of K-200 feldspar
(powder Q) 15 000X
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Figure 15. Electron micrograph of 10-pm Minusil
(powder SS) 15 000X

Figure 16. Electron micrograph of "electrical insulator"
powder mixture (powder V) 15 000X
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Figure 17. Electron micrograph of "Parian" powder
mixture (powder W) 15 000X
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Figure 18. Electron micrograph of calcined kyanite
(powder I) 25 000X
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Figure 19. Electron micrograph of 38-400 alumina
(powder M) 25 000X
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Figure 20. Electron micrograph of F-202 forsterite E
(powder O) 5000X
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Table 6
PARTICLE SIZE MEASUREMENTS ON SELECTED POWDERS

Number of Traverses

1 N St
Calcined Kyanite 0.32um 79 0.84 0.095
38-400 Alumina 0.16pum 94 0.91 0.0%4
F-202 Forsterite 1.39um 76 0.95 0.109

REFORMULATION OF CERAMIC COMPOSITIONS

Table 7 summarizes the quantitative information obtained for selecting
powders to prepare ceramics in the AlyO3-MgO-SiOg system by packed-bed
powder coating. Approximate compositions, corrected for loss on ignition,
are arranged in descending order of AlpOg or MgO content for the essentially

Table 7

SUMMARY OF QUANTITATIVE INFORMATION

ON A1203-MgO-Si02 SYSTEM POWDER COATING

Powder ALO, MgO si0, Awaul’ Other T,  um
M. 38-400 Alumina 106 -- - - - 36.6
I. Calcined Kyanite ~60 -~ 39 0.4 1 40.1
L. E.P. Kaolin 44 - 53 0.7 2 =15.4
K. Kentucky Ball Clay 30 -- 66 1.4 3 11.5
N. Volclay Bentonite 22 2 68 3.1 5 18.2
Q. Feldspar 18 -- 67 13.9 -- 25.9
T. Calcined Magnesite -- 99 - -- 1 35.5
R. C-70 Forsterite -- 57 43 -- - 20.17
0. F-202 Forsterite 4 48 3% 09 n@ 25.1
P. Treasure Talc 1 35 64 - -- 15.1
J. Sierra Talc No. 1 1 30 57 1.3 1@ 16.8
S, Silica - = 100 - - 43.4

1) Sum of NasO, K30, and Li3O content.
2) Principally BaO.
3) Principally CaO.



aluminum silicate and magnesium silicate powders, respectively, and the
best-coating silica powder, Also shown, in the right-hand column, is the

average coating thickness resuliing from three cycles of packed-bed powder
coating.

An inspection of Table 7 provides several guidelines concerning the
options for formulating AlyO3-MgO-SiOy ceramics using powders most
likely to be effective in the packed-bed powder coating process:

1.

[
" :ﬂ‘m \Mlmm“me.ume N‘L\WW i WWM ‘M

N

Feldspar is the only powder investigated that will contribute sub-
stantial amounts of the alkali oxides which increase fluidity of the
glass phase and lower firing temperatures.

-
il L

LT

The more rapid-coating powders (alumina, kyanite, and magnesite)
contain less silica than the clays and tales commonly used as
sources of alumina and magnesia in ceramic formulations. The
silica powders first investigated coated very slowly (hence the

trial of powder U, "pseudo-kaolin), but powder Sg (10-um Minusil)

coats well and can be used to compensate for the low silica content
of other rapid-coating powders.
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If the clay minerals are omitted from ceramic formulations, their
alumina content may be provided by substituting either calcined

kyanite or pure alumina. Kyanite would seem preferable in the
interests of greater initial homogeneity.
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If the talc minerals are omitted from ceramic formulations, their
magnesia content may be provided by substituting either forsterite

or pure calcined magnesite. Forsterite would seem preferable in
the interests of greater initial homogeneity.

e e e e
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In order to permit simple reformulation of ceramic compositions in
accordance with these guidelines, it is convenient to idealize the powder com-
positions, considering feldspar the only source of alkali oxides, omitting
other minor constituents, and utilizing only the simpler forsterite (C-70,
powder R) and talc (Treasure, powder P) compositions. The resulting
idealized compositions are summarized in Table 8.

e
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The reformulation equations are derived assuming that the original
formulations involve only the constituents listed in Table 8, not in-
cluding forsterite. Using the letter designations of the powders,
with subsecripts 1 and 2 to designate the original and reformulated
compositions, the guidelines for reformulation may be summarized

P RN
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Table 8
IDEALIZED COMPOSITIONS OF SELECTED POWDERS
Powder A1203 MgO SiO2 Alkali
M. 38-400 Alunmina 100 -- -- --
I. Calcined Kyanite 61 -- 39 --
L. E.P. Kaolin 45.6 -- 54.4 --
K. Kentucky Ball Clay 31.4 - 68.6 --
N. Volclay Bentonite 23.7 2.6 73.7 -~
Q. Feldspar 18.4 -- 67.6 14.0
T. Calcined Magnesite -- 100 -- --
R. C-70 Forsterite -- 56.6 42.7 --
P. Treasure Talc 0.8 34.8 64.4 --
S. Silica -- -~ 100 -
\ M2 = T2 = 0 if possgible
Since only feldspar is presumed to provide alkali oxides,
Q=9 (4)
Since, if possible, only forsterite provides magnesis,

0.566 R, = T, + 0.348 P, + 0,026 N,

2 1 1

R2 = 1,77 Tl + 0,615 Pl + 0,046 N (5)

1

Since, if possible, calcined kyanite must supply the balance of the
alumina not provided by feldspar,

0.61 I2 = 0.61 Il+Ml+0.456L +0.314K +0.237N1+0.008P

1 1 1

I.=1,+1.64M +0,389N

0=1 1+0.748Ll+0.515K

+0,013 P1 (6)

1 1

Finally, silica powder must supply the silica content not already
furnished by calcined kyanite, feldspar, and forsterite.
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i Sz+0.3912+0.427R2==Sl+0.3911+0.’544L1+0.6861{1+0.737N1
+ 0,644 Pl

% 82=Sl+0.39 (11—12)-0.427 R2+0. 544 L1+0,686 K1+0, 737 N1

- +0.644 P . (7)

Tables 9 and 10 illustrate numerically the application of the reformula-

= tion equations. Table 9 reproduces the constituents suggested by Norton
[Ref. 9] and Kingery [ Ref. 10] for a number of AlgO3-MgO-SiO, based

- ceramics, together with the suggested firing temperatures, Table 10 lists

; the calculated alternate formulations with approximately the same chemical
compositions but prepared only from calcined kyanite, feldspar, forsterite,
and silica.

Table 9

CONSTITUENTS USED IN FORMULATING
SOME TYPICAL A1203-MgO-SiO SYSTEM CERAMICS

2
2 -
5 5 % . 2 Firung
= - b 2 & g Temperature
Ceramic 2 a s o & = Cone °c
Norton [Ref. 9]
Vitreous Sanitary 28 20 32 20 12 1310
Electrical Insulator 21 2% 34 20 12 1312
Will Tile-vilreous 27 29 33 11 10 1260
Semivitreous Whiteware 24 28 13 35 9 1250
Parijan 30 10 60 8 1225
Hard Porcelain 35 15 25 25 16 1450
Talc Body No. 1 18 7 5 12 1310
Talc Body No. 2 18 15 35 25 7 5 1180
Dental Porcelain 5 81 14 10 1260
Refractory Porcelain 50 10 10 5 25 20 1520
Kingery [Ref. 10j

Hard Porcelain 40 10 25 25 16 1450
Electrical Insulator No. 1 27 14 26 33 14 1390
Electrical Insulator No. 2 2325 34 18 12 1310
Vitreous Tile 26 30 32 12 10 1260
Dental Porcelain 5 95 10 1260
Electrical Insulation 28 10 35 25 2 9 1250

Ref. 10 W.D. Kingery, Introduction to Ceramics, John Wiley & Sons,

New York, 1960.
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Table 10

CALCULATED ALTERNATE FORMULATIONS
OF A1203-Mg0-SiO2 SYSTEM CERAMICS,

EMPLOYING FAVORABLE MATERIALS
FOR PACKED-BED POWDER COATING

1 b T

L

3, § & ;
Ceramic 8 ::' :2.’ :2 g i
Norton [Ref. 9] B
Vitreous Sanitary 31 32 37
Electrical Insulator 29 34 37 E
Wall Tile-vitreous 35 33 32 !
Semivitreous Whiteware 32 13 55 é
Parian 28 60 12 1
Hard Porcelain 34 25 41 E
Talc Body No. 1 14 7 46 33
Talc Body No. 2 21 35 4 40
Dental Porcelain 4 81 15
Refractory Porcelain 67 10 23
Kingery [Ref, 10] k
Hard Porcelain 35 25 40 ;
Electrical Insulator No. 1 27 26 41
Electrical Insulator No. 2 30 34 36
Vitreous Tile 35 32 33
Dental Porcelain 4 95 1
Electrical Insulation 26 35 1 38

POWDER COATING CONCLUSIONS

Probably all of the mineral powders tested are suitable for use, at least
as minor constituents, in a powder mixture to be coated onto foam substrates
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by the packed-bed powder coating process. Calcined kyanite, K-200 feldspar,
C-70 and F-202 forsterites, 10-um Minusil, calcined magnesite, and 38-400
alumina all coat rapidly enough to be candidate major constituents, although {
38-400 alumina may be rather coarse compared to desired microtube dimen- -
sions. All of the clays and talcs tested coated rather slowly sugg2sting they é
be restricted to possible use as minor constituents. Experiments in which :
minor additions of cabosil were used to prevent or reduce agglomerating =
tendencies of other powders led to thin coatings. Thus, this material appears
unsuitable for use in the process, even as & minor constituent.

A wide variety of ceramic compositions in the A1203-MgO-Si02 system
can in fact be reformulated for preparation using only fast-ccating powders.
Coatings made with two such mixtures demonstrated qualitativelv that the
desirable coating behavior of individual powders carries over intv mixtures
prepared from them. B

The mechanism of the packed-bed powder coating process was not in-
vestigated as a part of this study, nor were the process variables extensively
studied. However, observations made during the study suggest features that
were not included in the hypothesized model originally used to establish the
process procedure, The salt-and-pepper appearance of thin coatings,
characteristic of the first coating cycles of even fast-coating powders, sug=-
gests that the coating mechanism is predominantly single-layer adhesion of
small aggregates rather than multilayer accretion of individual powder par-
ticles by permeation of the adhesive. If so, the hold time belween embed-
ding the substrate and removing the nonadhering powder may be unimportant.

Quantitative tap-density measurements on three powders, made only
after most of the powder coating experiments had been concluded, indicated
that, for those powders, more ''tapping time' was required to achieve max-
imum tap density than characterized the usual preparation of a packed pow-
der bed encompassing a foam substrate, This observation suggests a spec-
ulation, that the powder bed's green density may be an important variable,
which was not monitored during this study. The possible importance of tap
density as a process variable would be consistent with the earlier finding of
the significance of applied pressure. Differences in the duration of tapping,
and hence of green density, might be responsible for the heavier F-202
forsterite coatings produced in the 31x series of coating experiments, com-
pared to those of the 18x series. The later experiments were conducted
following the tap-density measurements, and preparation of the powder beds
was Influenced by awareness of the time required to achieve maximum den-

sity.

*Tap-densily measurements were made on F-202 forsterite (powder Q), and

the pox)wder mixtures "'electrical insulator" (powder V) and "Parian" (pow-
der W),
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Section §
FIRING EXPERIMENTS

PROCEDURES

Firings were performed in air, unless otherwise noted. The samples
were slowly heated and cooled, in the furnace, and normally were held at
the designated temperature for one hour.

Approximate densities were determined from weight and dimensional
measurements, and immersion density measurements were made when
higher accuracy was desired. For these measurements, a small wire rack
held the sample with its major surfaces inclined, to avoid trapping of
bubbles. In order to minimize surface tension effects, the rack was sus-
pended by a 43-um (0. 0017-inch) wire, and a few drops of soap solution
were added to the distilled water used as the immersion fluid.

The immersed weights vere reproducible to +0. 1 mg, corresponding
to a volume uncertainty of ~0. 01 percent for the sample sizes employed.
In calculating the sample densities, the density of water was corrected for
temperalure and the effect of the soap solution addition was checked by
weighing a carefully measured volume of the immersion liquid.

Before the immersion density measurement, the samples were checked
for open porosity by determining if there was a significant weight gain re-
sulting from a 5-minute soak in distilled water. If so, the following
lacquer-sealing procedure was used: The sample was lacquered repeatedly,
with a solution of polystyrene in toluene, until its surface displayed a uni-
form glaze and there was no weight gain after a 5-minute water soak. The
polystyrene's volume was caiculated from the weight gain due to lacquering,
and the lacquered sample's volume was determined from the difference be-
tween its weight in air and in water. The original sample macroscopic
volume could then be calculated assuming: a) all of the lacquer volume is
outside the sample's original volume — a minimum estimate of the sample's
volume, leading to a maximum estimate of its density: or b) all of the lacquer
volume has entered the surface pores and lies within the sample's original
volume — a maximum estimate of the sample's volume, leading to a mini-
mum estimate of its density.

As initially lacquered to a uniform luster and no weight gain on water
soaking, the maximum and minimum estimates were unacceptably diver-
gent. Excess lacquer could now be removed, by brushing a little toluene
on the surface and wiping off the softened surface, without opening up the
surface to interior open porosity. Lacquer removal was repeated if neces-
sary and, with few exceptions, the apparent density values calculated using
the two assumptions finally agreed within ~1 percent.
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Very late in the contract period, a more precise method was devised
for measuring the immersion density of samples with open porosity. Instead
of using lacquer to seal the sample surfaces, the weight gain after a 5-minute
soak in distilled water was used as a quantitative measure of open porosity
and was included in the calculation of the immersion density. This method
was applied only to the F-202 forsterite samples.

RESULTS

In order to provide a first test of whether aluminum silicate-type
ceramics could be sintered into microtubular ceramics, without slumping
or other unidentified difficulties, the foam sample coated with calcined
kyanite (12x series) was fired for one hour at 1600 °C in air. No slumping
nor othier unusual behavior occurred. The resulting microtubular ceramic
was ground against a coarse stainless steel screen to prepare chips, which
were embedded in plastic and polished for microscopic examination. Tk~
observed density was very low -- clearly lower than that of pressed sampics
(see below). No quantitative measurements were made.

In order to investigate the effect of firing temperature on sintering with-
out using additional microtubular samples, and to permit estimating the fired
density, pressed samples of calcined kvanite were fired in air along with
loose as-received powder contained in a platinum crucible. The pressed
samples were prepared at 69 MI’a (10 000 psi) from both as-received pow-
der and powder ball-milled to a finer particle size. It was reasoned that
the sintering behavior of microtubular ceramics prepared by the packed-bed
powder coating process should lie somewhere between that of pressed sam-
ples and of loose powder, probably closer to the latter.
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The first firing was done at 1700 OC for one hour. After firing, the
loose powder sample had shrunk away from the crucible walls and was a
nearly cylindrical free-standing body. However, it displayed macroscopic
voids along its sides, resembling those visible on the sides of a sample of
locse powder poured into a glass jar. Measurements of the weights and
dimensions of these samples indicated densities of ~62, 93, and 94 percent
of the estimated theoretical density for the as-received powder, loose and
pressed, and the ball-milled-and-pressed sample, respectively.
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The second firing experiment of this general type was for one hcur at
1600 OC, as used for the microtubular ceramic. In this experiment, the un-
pressed powder was brought to "tap density'" before firing, simulatig its
treatment in the packed-bed powder coating process. Measurements of the
weight and dimensions of these samples indicated densities of ~69, 80, and
{ 86 percent of the estimated theoretical density for the as-received powder,

initially tap-dense or pressed, and the ball-milled-and pressed sample,
respectively,
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Figure 21 shows the microstructure of the kyanite microtubular ceramic
chips. and Figures 22 and 23 show those of the loose (or tap-dense) powder '3
and the pressed kyanite samples fired at 1600 and 1700 °C. The results of
these initial firing experiments indicated that considerably higher liquid ;
content and/or fluidity would be required to densify ceramics prepared by
packed-bed powder coating than is required for the same material with
higher green density, for example. as provided by pressing. No further fir-
ing experiments were done on calcined kyanite alone.

BRI 5 YR | X § A SRR
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Figure 21.  Chips from calcined kyanite micro-
tubular ceramic sintered one hour
at 1600 °C (75X)

Additional firing experiments were performed on the =-202 (powder O)
and C-70 (powder R) forsterite powders and on the "electrical insulator"
(powder V) and ""Parian" (powder W) powder mixtures. Results of the den-
i sity measurements after firing both pressed and tap-dense samples of these
powders are summarized in Table 11. When more than onc¢ sample was
measured, the density range given is from the lowesl "minimum density" to
3 the highest "maximum density" value, if the lacquered sample immersion
¥ technique was used. The F-202 forsterite, 'electrical insulator'. and
: "Parjan' powder mixtures all could be fired to densities exceeding 90 per-
cent of their theoretical density values. and showed no appreciable weight
gain after immersion in water fcr 5 minutes. For the initially tap-dense
samples. firing temperatures of 75 to 100 °C above the nominal "maturing
temperature' were required, but the density of these samples then matched
or exceeded that of the pressed samples fired at the same temperature.
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Figure 22. Sintered calcined kyanite: a) tap-dense.
then fired at 1600 °C: and b) loose powder,
fired at 1700 OC (75X)
60
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Table 11

INFLUENCE OF FIRING TEMPERATURES ON CERAMIC DENSITIES

Firing % of
Material and Temperature Theoretical Number of Q
Preparation (°c) Density Samples  Method
F-202% Forsterite, pressed 1450 99.3-99. 6 3 1
1500 89.5-99. 6 2 1
1550 98.3 2 1
F-202 Forsterite, tap-dense 1450 83.2 1 12
1500 86.0 1 12
1550 87.5 1 1
C-70 Forsterite, pressed 1450 81.0-82.8 2 L
1500 82.3-83.3 2 L
C-70 Forsterite, tap-dense 1450 78.0-81.1 1 L
1500 85.4-86.0 1 L
"Electrical !.nsulator"(a, pressed 1360 94.9-95.4 2 L
1385 91.3 2 I
1410 90.6-90.9 2 1
"Electrical insulator", tap-dense 1360 89.8-92.6 1 L
1385 91.6 1 1
1410 01.8 1 i
“parian"(®, pressed 1275 89.7-92.0 2 L
1300 91.9-92.0 2 I
1325 91.0 2 1
"Parian", tap-dense 1275 81.1-91.7 1 L
1300 g1.9 1 I
1325 81.1 1 1
Excel "3-5 CAL"
Alumina, pressed 1875 99,2-99.4 2 I

T) L slgnifies use of the lacquered~-sample immersion technigue described in the text.
I signifies the direct immersion technique, and I2 signifies use of the modified
direct immersion method described in the text,

2) Nominal "maturing temperature' = 1450 °C.
3) Nominal "maturing temperature" = 1310 °C,
4) Nominal "maturing temperature' = 1225 °C,

The C-70 forsterite, expected to contain little or no glassy phase, did
not sinter to a high density at the temperatures employed. Samples fired
at 1600 °C melted, but were stil) hot water-impermeable and had a lower
density than those sintered at 1500 °C.

Figures 24 through 26 show the microstructures of tap-dense samples
of F-202 forsterite, 'electrical insulator', and '"Parian" after firing to
temperatures at which they absorbed no water. The micrustructures are
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Figure 24. Tap-dense F-202 forsterite fired at
1550 °C (75X)

b Y

Figure 25. Tap-dense "electrical insulator' fired
at 1385 OC (75X)

ks .
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Figure 26. Tap-dense ""Parian" fired at 1300 °C
(75 X)

all characteristic of closed-pore materials, but the porosity differs in dimen-

sional scale, in the order of "insulator'' coarser than "Parian ' coarser than
forsterite.

A microtubular ceramic wall thickness of, for example, 25 to 50 um,
if magnified appropriately and represented as a pair of parallel straight
lines drawn across any of the three microstructures, would have occasional
through-wall pores. According to this model, the expected extent of
through-wall porosity would be least for the forsterite and greatest for the
coarsest microstructure, the "electrical insulator'. However, examina-
tion of the upper edge of each micrograph, representing a free-edge of the
sample, suggests a self-glazing of the surfaces. If the microtube wall is
mcedeled by its magnified half-wall-thickness drawn parallel to this edge of

each micrograph, there would be little or no through-wall porosity for any
of the materials.

Samples of Excel "3-5 CAL' alumina, the alumina powder that was most
nearly satisfactory in packed-bed powder coating (05x, 06x, and 11x series)
were also fired. The firing was for 5 hours at 1875 °C in hydrogen, a treat-
ment that would be expected te provide very high density in fine aiumina
powders, but not for powders as coarse as Excel ''3-5 CAL". In the absence
of a cylindrical metal crucible that could withstand this temperature, attempts
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were made to prepare tap-dense samples 1) using a shallow pan folded up
from molybdenum sheet, and 2) using a small polystyrene vial that would de-
compose during firing. In both instances, the tap-dense samples were un-
suitable for immersion density measurements due to macroscopic cracks or
interaggregate gaps. The densities of the pressed samples are shown in
Table 11, The densities of these samples are surprisingly high. and their
surfaces were slightly glazed, suggesting the presence of a glassy phase due
to impurities. It will be recalled that several ambiguities were encountered
in seeking to characterize this powder (see '"Characterization of Alumina
Powders", page 30). In view of the high density observed in the pressed
samples of this powder, additional effort to define its significant character-
istics might be warranted, as a lead toward developing more refractory
microtubular structures than those permitted by the higher glass content
ceramics studied in the second half of the investigation.
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Section 6

MANIFOLDING EXPERIMENTS

i

s

The concept for providing manifolds for gas access to the interior of the
microtubes is to seal off regions of the foam surface and then grind away
part of the seal to expose the tube interiors. The surface seal might either
be part of the original ceramic coating, as was illustrated schematically in
Figure 1, or be provided, after firing, by a refractory cement. The integral
coating would be expected to provide superior thermal capabilities, but is
more difficult to develop. The principal requirement is to define a suitable
ceramic paste suspension, with suitable rheology for its application to the
foam surface, which will join to the partially embedded fibril powder coat-
ings, does not crack on drying, is compatible with the remainder of the
microtubular structure during firing, and does not significantly reduce its
operating temperature limits. The same ceramic paste (or refractory
cement) could be used to seal off surfaces in order to define flow channels
in the tube-exterior region.
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The concept for providing manifolds for gas access to the exterior of
the microtubes is merely to leave surfaces of the foam surface open for
access to the tube-exterior region, also illustrated schematically in Figure 1.
The principal requirement for realizing this concept is to define a means
for a) repairing surface coating damage that occurs during manipulations of
the powder coating process, or b) assuring that such damage can be avoided.
For example, the surfaces on which tube-external access is to be provided
might be defined by holes drilled through a foam slab before the start of the
powder coating process. Such surfaces would be effectively protected from
accidental contact and resulting damage.
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Time did not permit a thorough investigation of the manifolding require-
ments as part of this study, but preliminary experiments were performed
in order to better define the problems involved in reducing these concepts to
practice. Attempts were also made to incorporate the experimental mani-
folding methods in preparing sample microtubular ceramic structures for
leak testing.

PRELIMINARY EXPERIMENTS ON CERAMIC PASTE SUSPENSIONS t

Avoidance of cracking during the drying of a seal-coating over a micro-
tubular ceramic surface is made difficult by the fact that the coating is
partially penetrated by the rigid substrate, which obstructs shrinkage.
References 9 and 10 provide excellent summaries of factors that influence the
rheology, drying shrinkage, and cracking of ceramic suspensions, and
means for their control. Since there was insufficient time during the current
investigation for a systematic study, a number of paste suspensions were

“—.-‘.E‘- l ~ !
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prepared and trial coatings were made, usually on a single face of a pre-
viously powder-coated foam substrate. The pastes were made of the ceramic
powders "electrical insulator™, "Parian', and F-202 forsterite, from which
it was desired to prepare microtubular ceramic structures for leak tests,
Since the microstructures obtained during the firing studies suggested in-
creasing likelihood of low throrgzh-wall porosity in the order of ""electrical
insulator', ''Parian', and F-2u2 forsterite, it was decided to attempt the
preparation of leak-test samples in that order. Accordingly, most of the
initial paste suspension trials were made using "electrical insulator' powder
in a variety of suspension vehicles. The following suspensions were pre-
pared and observations concerning their performance were:

1. "Electrical insulator' powder mixture used for powder coating,
plus distilled water

This paste was very unstable, quickly separating a more fluid
liquid on top when stirring was stopped. When coated on an un-
modified polyurethane foam, it closed the surface but drew into
the surface foam cells, creating a scalloped surface. In contrast,
when coated on a previously powder-coated foam, surface tension
raised the coating into a high lens-shaped configuration. It was
difficult to coat, as the subsurface part of the paste quickly became
overly stiff as the fluid on top separated: it was uncertain whether
the foam's surface had been adequately penetrated. No cracks
appeared on drying the coating on either substrate.

2. Original formulation [Ref. 91 of "electrical insulator" (containing
kaolin and Kentucky ball clay) plus distilled water

Suitable plastic rheology was observed over a range from 27.0 to
30, 1 percent water, and the paste was very stable. The coating on
a previously powder-coated substrate was easily controlled, with
excelient penetration and smoothing characteristics. Numerous
cracks appeared on drying.

3. Powder-coating mixture of "electrical insulator' plus amyl alcohol

The suspension was '"'stiff'’ at 21. 8 percent liquid and "soft' at
22. 9 percent. The paste was not completely stable, but settled
less rapidly than the water-base one. A previously powder-coated
foam sample was coated, using paste at 22, 7 percent liquid. It
tended to draw into the foam slightly, making it difficult to prepare a
smooth surface. Three small cracks appeared during drying.

4. Mixture of "Electrical insulator" plus amyl alcohol and benzoic acid

The presence of weak organic acids in inorganic suspension
vehicles can aid deflocculation, by positively charging the powder
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particles via H* adsorption on their surfaces. The paste had suit-
able viscosity at 22. 4 percent liquid, at which level the benzoic acid
concentration relative to the powder was ~ 0. 99 percent. It provided
no noticeable improvement in paste stability. No coating was pre-
pared.

5. Original formulation of "electrical insulator' plus amyl alcohol

W

The suspension had suitable rheology at 27. 7 percent liquid. It
was more stable than the amyl alcohol paste prepared with the clay-
free powder mixture of the same composition. Like the water-base
suspension, many cracks developed on drying.

‘a|iil‘ “

6. Powder-coating mixture "electrical insulator' plus isopropyl
alcohol

R T

The paste rheology was suitable (but slightly stiff) at 22. 4 per-
cent liquid. It was more easily applied as a coating than the amyl
alcohol suspension of clay-free powders (No. 3), No cracks
formed on drying.

7. Powder-coating mixture of '"electrical insulator" plus
25 v/o isopropyl alcohol in water

The paste rheology was suitable (but slightly soft) at 26. 7 per-
cent liquid. The paste applied easily, and slight instability pro-
vided a fluid surface that aided smoothing of the coating. No
cracks formed on drying.

A second trial coating, made with an "electrical insulator" pow-
der mixture plus 25 v/o isopropyl alcohol in water, also coated
wcll and dried with no crac<s,

A coating then was made with the same paste, on a long thin
slab of foam, with a 5-minute interval between coating half the
slab's length and completing the coating. The objectives were:
a) to test whether cracking might occur at the joint upon com-
pleting a coating of four foam faces to form a flow channel and
two manifolds, as illustratecd schematically in Figure 2; and b)
to permit examination for cracks along the interior surface of the
paste coating. The foam slab used for this experiment had been
PMMA-coated, but not powder coated. It became clear that
liquid absorption into the prior powder coatings had influenced
the paste-coating rheology, since the paste was noticeably more
fluid than in its previous applications. As a result, the coating
penetrated into the foam and only thinlv coated its surface. On
drying, two small cracks were formed on the top surface and
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10.

11,

12.

one on the interior; all of them appeared to be associated with
barely-coated fibrils rather than general shrinkage. Cracks of
this sort should cause no leakage unless they serve as crack
sources for later fracture., No crack appeared associated with

the coating joint,

Powder-coating mixture of "'electrical insulator' plus propyl
alcohol

This suspension and the fcllowing one were prepared to deter-
mine whether the favorable results obtained with isopropyl alcohol
might be duplicated with a less volatile related suspension vehicle.
The paste rheology was slightly stiff at 21.8 percent liquid, and
about right at 22.2 percent. On drying, one small crack formed
with a coating made of this suspension,

Powder-coating mixture of '"electrical insulator' plus
25 v/o propyl alcohol in water

The paste rheology was slightly stiff at 24.9 percent liquid, and
a little soft at 25.5 percent, A coating made with 25.3 percent
liquid was difficult to smooth, tending to a dry surface. No cracks

formed when it dried.
F-202 forsterite plus 25 v/0 isopropyl alcohol in water

The paste rheology was suitable for use at 27,6 percent liquid.
It was much more stable than the pastes prepared with the "elec-
trical insulator' powder coating mixture and resembled the clay-
containing paste. It coated well, but without the fluid-surface
characteristic. No cracks formed on drying.

Powder-coating mixture of ""Parian" plus 25 v/o isopropyl
alcohol in water

The paste rheology was suitable (but a little stiff) at 24.9 per-
cent liquid., The coating behavior was similar to that with the
"electrical insulator' mixture, including the fluid-surface charac-
teri:fic. No cracks formed during drying.

Powder-coating mixture of '"electrical insulator' plus 25 v/o
isopropyl alcohol and 1.6 percent polyvinyl alcohol* in water

PVA was included in the vehicle for thic suspension in order to
provide approximately 0.5 percent as a binder in the final coating.

*Duport Elvanol 51-05 PVA
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since the previously prepared coatings were quite powdery. The
paste rheology seemed suitable for use at 27.0 percent liquid, but
it was a bit stiff in actual coating. Its stability seemed similar to
the analogous paste No. 7 without PVA, but it lacked the 'fluid
surface' characteristic during application. No cracks formed on
drying. The dried coating could be rubbed with the fingers with
no vieible rub-off of powder.

In order to explore suitable (nonsticking) supports for drying
fulily coated foam samples, a bit of paste No. 12 was placed on
surfaces of paraffin, Teflon, and polyvinyl chloride. After about
one hour, the partly dried paste could be moved with little loss on
either the Teflon or polyvinyl chloride surfaces, but adhered to the
paraffin.

Drying time measurements were made on many of the trial
coatings, and are shown in Figure 27, Surprisingly, the rate of

liquid loss from the isopropyl alcohol-water pastes is no higher than
from the propyl alcohol-water pastes, despite the difference in their

water-free counterparts.

n—

SOLIOS 1 NONCLAY "WSULATOR
2 NONCLAY “PARIAN"
3 £ 202 FORSTERITE
LIQUIDS A ISOPROPYL ALCOHOL
8 FROPYL ALCOMOL
C 25 v'o 'SOPROPYL ALCORCL

IN WATER
D 28 vio PROPYL ALCOMDL
IN WATER

LIOUND (%}

30
DRYWG TIME (Beais)

Figure 27. Room-temperature evaporation of
liquid from single-side coatings of
paste suspensions on powder-coated
foam samples
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The preliminary experiments on ceramic paste suspensions suggested
that satisfactory crack-free coatings might be prepared with suspensions of
the "electrical insulatcr" or "Parian" powder-coating mixtures or F-202
forsterite powder, in a vehicle of 25 v/o polyviny! alcohol in water. It also
appeared that approximately 0.5 percent PVA in the coating, introduced via
the vehicle, would provide a coating with enhanced strength for convenient
handling, with only minor influence on coating behavior of the paste. It
appeared that the joint formed after a modest amount of drying of a coating,
when four surfaces of a sample are coated, would not lead to cracking, and
that the coated sample could be supported on a Teflon or PVC surface to
dry. Further experiments will be discussed in a following section on the
preparation of manifolded samples for leak testing.

TUBE-EXTERIOR MANIFOLDS: PRELIMINARY EXPERIME"'TS

Experiments were conducted seeking to establish a method, analogous
to the packed-bed powder coating process, to coat ceramic powder onto un-

coated substrate fibril tips at sample surfaces to provide gas access to the
microtube exterior region.

In order to provide a means for supplying adhesive to the surface fibril
tips, a dry inkpad of fine-pore foam was saturated with a solution of 4 ml
heptane/g S-10 terpenc resin, the same solution used for adhesive coating
in the packed-bed process.

A face of a previously powder-coated foam sample was moistened by
contacting the saturated pad, then placed in contact with the surface of a
bed of F-202 forsterite powder. On removal, it was found that the sample's
surface was largely bridged over with powder, rather than it adhering only
to the libwil tips. The procedure was repeated, but allowing approximately
two minutes for evaporation of solvent from the adhesive coating before con-

tacting the forsterite powder bed. Again, the surface was largely bridged
over,

The foam sample was then placed in the screen-faced tongs of the
Dremel vibrator used for removal of nonadherent powder in the packed-bed
coating process. The screens contacted sample faces previously coated
with paste suspensions. On turning on the vibrator, excess powder was re-
moved from the lateral face satisfactorily, but the vibrating screen faces

also removed a substantial portion of the paste coatings in contact with them.

The procedure was repeated, but using as the foam sample the one pre-
viously paste-coated with the PVA-strengthened suspension (No. 12). There
was no discernible loss of powder from this paste-coated surface.
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PREPARATION OF SAMPLES
. FOR LEAK TESTING

"ELECTRICAL INSULATOR"

Based on the preliminary manifolding experiments, the foam sample
: previously powder-coated with the ""electrical insulator" powder mixture
. (29x series) was coated on four faces with a paste suspension of the same
: powder in 25 v/o isopropyl alcohol plus 1.6 percent PVA in water. '‘he
liquid content was 26.% percent, producing an average PVA concentration
of 0.58 percent in the dried coating. The paste seemed somewhat stiff in
application, Nevertheless, when the paste-coated sample was placed on a
Teflon sheet to dry, paste flowed out slightly at the edges under the in-

fluence of the sample's weight.

e
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The drying rate of this sample was approximately half that observed in
the single-face coating experiments (Figure 27), suggesting that drying from
the inner surfaces of the paste coatings is impeded when four faces are shar-
ing that regiun for evaporation. After 3/4 hour of drying, a crack was ob-

] served, extending from one edge to the center of the top face. At that tiine,
the calculated average liquid content of the coating was 20.4 percent, but
i the top face was presumably drier than that level. On completion of drying,
] the crack on the top face had opened wider but not noticeably extended. Two
adcitional cracks had formed along the lower edges, in the flowed-out paste
in contact with the Teflon support. On chipping off these flowed-out edges.
it was found that these cracks ran roughly parallel to the lower surface, en-
tirely within the paste coating, and did not intersect the underlying powder -

coated foam,

TR TR R 11

i

] The lower face, dried in contact with the Teflon support, v-as slightly
powdery, while the three faces from which free evaporation (and thereby
PVA enrichment) occurred were not.

In order to repair damaged coatings on the fibril tips of the two faces
left open (not paste-coated), they were contacted to the S-10/heptane satu-
rated foam pad, dried appraximately two minutes, contacted to a bed of
""electrical insulator' powder, and then vibrated in the screen-faced tongs.
The sample's lateral faces, bcth dried in the open, were placed in contact
with the screen faces to avoid grinding away the powdery lower face of the
sample . The sample was then placed in the oven at 130 ©C for 15 minutes.
Visual observation indicated that one face was quite poorly repaired, the
other fair, with a few bare fibril tips.

The entire process was repeated, but with 15-minute drying of the

' S-10/heptane solution, a 30-minute hold timne between contacting the powder
and the vibratory shake-out, and a 30-minute consolidation in the oven.
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Thus, the times were made equ.' to those used in packed-bed powder coat-
ing, except for the S-10 application*. Visual observation indicated little
improvement,

The process was repeated, but without additional S-10 application, as
in the repeat cycles of the packed-tec . owder coating process. The sample
was pressed more firmly onto the powder bed, deliberately building up an
adherent cake of compressed powder, After shake-out and oven consolida-
tion, visual observation indicated co.siderable improvement, but the fibril
tip coatings were not quite continuous,

The process was repeated once more. Visual observation indicated a
few dark areas, but they were considered no worse than at least one visible
internal defect, a small crack in a fibril coating.

Results of firing the sample will be presented in a subsequent section.
"PARIAN"

In view of the cracking observed on drying {he "electrical insulator"
paste coating, contrary to results of the preliminary test coatings, some
additional experiments were performed before j.aste-coating the '"Parian"
powder-coated sample. A review of the previous single-face coating ex-
periments indicated that their typical dried co=ting weight per face was
similar to that of the four-face coated sample. Most of the samples had
only one quarter to one half as much powder-coating thickness, and hence
might have withdrawn less liquid from the paste; however, the single-side
coating made with the same paste (preliminary coating No. 12) had approx-
imately the same powder-coating thickness as the four-face coated sample,
As mentioned before, the four-face voated sample dried more slowly, and
the top and lateral faces probably dried predominantly from the outside
vather than via both external and internal surfaces. As a result of this re-
view, it was tentatively concluded that "strengthening' of the paste by the
addition of PVA, perhaps aggravated by unidirectional drying, was most
likely responsible for the cracking. It was reasoned that a powdery coating
separates particle-to-particle as it dries (like sand), whereas a "bonded"
coating cracks (like mud) to accommodate shrinkage strains, Accordingly,
experiments were undertaken to see if a coating might be strengthened
after drying, to render it capable of withstanding the vibration used in re-
palring the "open' faces.

The application of either a polystyrene/toluene lacquer solution or a
water-base glue to previously prepared PVA-free single-face paste coatings

*In the packed-bed powder coating process, 30 minutes was allowed for
drying the S-1C/heptane solution, primarily to assure an accurate weight,
used as the basis for assessing subsequent powder additions.
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caused the coatings to curl and peel away from the underlying portion of the
coating as the lacquer or glue dried., A low-viscosity epoxy was ther applied
to two opposite faces, previously single-face paste coated. No curling or
delamination was observed on curing the epoxy (20 min at 60 °C), and it was
planned to use this material and procedure for coating the '"Parian' sample.

The foam sample previously coated with the "Parian' powder mixture
(30x series) was coated with a paste suspension of that powder plus 25 v/o
isopropyl alcohol in water. The liquid conteni was 26,3 percent, Great dif-
ficulties were encountered in applying this coating. While initially the coat-
ing seemed quite stiff, by the time the fourth face was being coated it had
developed a strong tendency to creep-flow while still appearing relatively
stiff at the higher shear rates used in the coating operation itself. This
characteristic, known as dilatency, is a rheological behavior often observed
in coarse-particle or flocculated suspensions [Ref. 9] .* Presumably in the
early part of the coating operation, liquid absorption into the powder coating
on the fibrils kept the paste stiff enough to prevent creep flow. By the time
the fourth face was reached, the powder coating was probably about satu-
rated, and no longer withdrew liquid from the paste. The coaling process
was interrupted for 15 minutes, since the creep flow became so severe that
the coatirg configuration could not be controlled. The final coating was ex-
cessively thick, in some places penetrating quite far into the foam interior.
Visual inspection confirmed the liquid absorption by the fibrils'powder coat-
ing, since it had acquired a smooth surface,

GG AT

The sarnple was placed on a flexible polyurethane open-cell foam sup-
port tc dry, and dried without cracks. The drying rate was even slower
than for the "electrical insulator' four-side coating, no doubt because of the
greater coating thickness.

g

After drying, the sample wus coated with the low viscosity epaxy pre-
viously tested. After curing, the surface was still slightly powdery so a
second coat was applied and cured.

i wi
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The sample's open faces were moistened with S-10/heptane solution and
dried 15 minutes. On pressing these faces into the bed cf "Parian'' powder
to repair any damaged tip coatings, cracking was observed between the
epoxy-permeated part of the paste coating and the unpenetrated powdery
portion adjacent to the underlying foam. The external coating was removed,

but leaving the considerable portion that had penetrated into the foam sample
intact.
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*Flow-out of the "electrical insulator' coating at the bottom face in contact

. with the Teflon support is probably an indication of dilatency, though less
severe, in that suspension,
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. The repair of damaged tip coatings was continued, using the procedure
finally adopted for the "electrical insulator'” sample., It was planned to

- epoxy over the previously paste-coated faces after firing, in order to simn-
- late that coating for preparation of a tube-interior manifold for leak testing.

Results of firing the sample will be presented in a subsequent section.

F-202 FORSTERITE

In view of the difficulties encountered In costing four sides with PV A-
free "Parian" paste, a trial single-face coating was made with F-202 g
forsterite powuer suspended in a 25 v/o isopropyl alcohol/water solution

with about 0.3 percent PVA, one fifth that used for the '"electrical insulator" =
suspension, The suspension spread very easily, but two cracks developed

during drying.
Another trial single-face coating of ¥-202 forsterite powder plus 25 v/o

isopropy! alcohol in water (no PVA) also cracked on drying. A single-face
coating of ¥-202 plus 28,4 percent water developed some very short cracks

I at the edge, but they did not grow.

e g vy e g e
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It was decided to try a procedure of first repairing damaged fibril-tip
- coatings on the faces to be open for tube-exterior gas access, then paste-
R coat the other faces without touching the open faces. With this order of
v processing steps it is not necessary to provide a paste coating that can
Tk withstand vibration in the tip-repair procedure. However, it does require
partial drying between paste-coating adjacent faces, with a possible risk of
cracking at the joints between the faces,

R

n .

The open faces were powder-coated, four cycles, using the procedure
described for the "electrical insulator" sample. Tip coatings appeared

continuouz,

B

. ” The paste suspension prepared initially with 28,4 percent wr - appeared
somewhat stiffer afier 24 hours, «nd was diluted to 30.0 percent 2 coat-

ing procedure was:

Holding the sample between opposite faces, designated 3 and 4,
coat fare 1,

1)

2) Dry 5 minutes to assure against sag on inverting.
3)

4)

Invert and coat the opposite face, 2.

Dry 20 minutes, so faces 1 and 2 can be handled.

%) Holding the sample between fac: 3 1 and 2, coat face 3.

o P o
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6)  Dry five minutes to assure against sagging.
7Y Invert and coal face 4.

The coating procedure was reasonably satisfactory, although the sus-
pension was rendered a little soft by diluting to 30 percent water. The re-
sult was some surface-tension related difficulties in assuring penetration
into the foam structure, and a slight tendency to creep-flow, for one or two
minutes after coating faces 3 and 4. The joints between the faces caused no
problems, either in the coating process or on drying. However. numerous
cracks appeared on the top face (4)., and scveral smaller cracks formed on the
bottom face (3) on drying. Figure 28 shows the cracks on face 4. No cracks
appeared on cither of the lateral faces, but at the corresponding time inter-
val (28 minutes after coating) when cracks were first observed on face 4,
the sample was being held between faces 1 and 2 for coating. It is possible
that faces 1 and 2 contained subsurface cracks, smeared over at the surface.
but, if so. they did not spread to the surface on further drying.

Figure 28.

Drying cracks on top face of
F-202 forsterite paste suspen-
sion coating (6.5X)

The F-202 forsterite paste suspension behaved much like a clay-con-
taining suspension. It was stable against separation of liquid, displayed a
very ""plastic' rheology. with little or no dilatency; and formed numerous
cracks on drying. This behavior is surprising, since the powder was pre-
pared from material prefired one hour in air at 1180 °C. At this tempera-
ture. kaolinite has long since dehydrated. and has decomposed to a 1:1

7
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mullite-type phese plus SiO2 ag cristobalite [Ref. 11] . The clay-like be-
havior may derive from retention of the original distribution of particle
sizes despite the extensive changes in structure.

While the paste suspension used was unsatisfactory because of ita dry-
ing cracks, the coating procedure used on this sample was more satisfactory
than that used for the first two samples, and provides a possible basis for
developing an acceptable manifolding process.

Ref. 11 G.W. Brindley and M, Nakahira, ""A New Concept of the Transfor-
mation Sequence of Kaolinite to Mullite, '" Neture, Vol. 181, 1958,
pp. 1333-1334,
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Section 7

FIRING OF LEAK TEST SAMPLES

"Electrical insulator'' tap-dense samples previously fired at both 1385
and 1410 °C had shown no significant water absorption, and pressed samples
fired at both temperatures dispiayed a light glazing of the surface but no
loss of sharpness at their edges. Accordmgly, it was decided to fire the
coated foam sample for one hour at 1410 OC. The sample was fired on a
setter of bubble zirconia, screened to -35 + 60 mesh, which had previously
been tested as a nonsticking support for an F-202 forsterite sample fired at
1550 °C.

Op removal from the furnace, the sample was found to be severely over-
fired. Its surface was heavily glazed, and part of the bubble zirconia setter
was firmly attached by the excess glass. The external configuration had
sagged, with approximate shrinkages of 27 percent vertically and 14 to 17
percent® horizontally, Part of the microtubular structure visible on the
"open" faces appeared to have been removed by surface tension effects, as
shown in Figure 29,

No explanation has been found for the apparent discrepancy between the
test firing and the results of this firing, performed in the same furnace
approximately three weeks later. However, no test firings were performed
on this ceramic at temperatures above 1410 °C. Consequently, there was
no knowledge of the margin available for temperature errors,

"Parian' tap-dense samples previously fired at both 1300 and 1325 °c
displayed no significant water absorption. The samples fired at 1325 °C
were more heavily glazed than those fired at 1300 °C, but no rounding of
the edges was observed after firing at either temperature. In view of the
overfiring experience with the "electrical insulator' sample, the "Parian''-
coated foam sample was fired for one hour at 1300 °C. On removal from
the furnace it was found that the sample had sagged, far more than the "elec-
trical insulator''-coated sample. Like that sample, it was heavily glazed,
and bubble zirconia setter was firmly attached to its base. It was not con-
sidered worth attempting to leak-test this severely slumped sample.

The F-202 forsterite tap-dense sample fired at 1550 OC displayed no sig-

nificant water ahsorption, while that fired at 1500 °C showed a 0.2 percent
welght gain after soakiug five minutes in water. Firings at these tempera-
tures were monitcred by optical pyrometry, rather than by thermocouple.

*The ratio of the fired and green densities for tap-dense "electrical insula-
tor" corresponds to a linear shrinkage of 16 percent,
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Figure 29.

"QOpen" faces of "electrical
insula.or' micrctubular
ctracture after firing at
1419 0C, (8.5X)
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In view of the experience with the earlier samples, the firing instruction for
the F-202 forsterite-coated foam sample was to observe the sample edge
with the pyrometer, and commence cooling at the first sign of sagging, or

on reaching 1525 ©C, whichever occurred first. When the sample was first
hot enough for observation, about 800 °C, it was seen to have collapsed. It
was clear that, at least in this sample, the ceramic's green strength, in the
temperature ranges where the polymer substrate decomposes (250 to 500 °C),
was insufficient for the microtubular portion of the structure to support the §
weight of the solid external coating. Insufficient low-temperature strength :
may also have contributed to the sagging found in the earlier firings. '

Alternatives are available to remedy the difficulties associated with in- !
sufficient low-temperature strength, but time did not permit testing these
procedures in the present investigation. The most direct method would be i
to fire samples without a surface coating, and use a refractory cement, ap- f?
pled after firing, to form flow channels and tube-interior manifolds. Use i

of refractory cement would cause some sacrifice of maximum operating
temperature. Another possible procedure would be to prefire samples with-
out a surface coating to a temperature sufficient to provide enhanced strength
but little shrinkage. The required external coatings could then be applied
and high-fired along with the microtubular portion.
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Section 8

’ LEAK TESTING

The adhering bubble zirconia setter was ground off the lower face of the
"electrical insulator'' microtubular ceramic. Its apparent density was then
determined by immersion, in order to provide at least a rcugh estimate of
the extent of enclosed microtubular volume. (In view of the sample's over-
firing, it was considered possible that the tubes might be entirely closed.)
During the immersion weighing, the sample weight increased, over a two-
minute interval, by an amount corresponding to a reduction of ~ 0. 01 percent
of the displaced volume. This observation demonstrated qualitatively that
there was at least some internal void space and some leakage into it. The
measured appareiut density wa35 2.312 g/ cm3, corresponding to a void vol-
ume of 0.028 ¢cm*(0.0017 in.?) if the solid portion's density was that ob-
served for the 1410 °C tap-dense test firing. Assuming a 16 percent linear
shrinkage from the unsintered fibril diameters, the estimated misrotube in-
ternal cross-sectional area is about 5 x 104 cm® (7.7 x 10-5 in. ¢), Hence,
the estimated length of the microtubes in the sample is about 56 cm* (22
inches), or 12 percent of the estimated 486 cm (16 feet) the sample should
contain if undamaged.

‘ In order to establish a selective access to the tube interiors, a 0.635-
cm (0.25-inch)-diameter hole was ultrasonically bored into the sample's
lower face. With the marginal illumination and hand-lens observation used,
there was some uncertainty in distinguishing microtube openings from pos-
sible bubbles in the paste suspension coating. Microtube openings may have
been encountered at a depth of 0.102 ¢m (0, 040 inch). By keeping track of
hole locations, it was assured that the microtubes had been intersected at a
depth of 0.127 ¢m (0. 050 inch). At this level, there was an apparent
""shadow' of another microtube opening visible through the translucent ce-
ramic, and boring was continued to a depth of 0.132 cm (0.052 inch). At
this depth, the base of the boring had broken through the bottom of the coat-
ing in a small hole. Figure 30 shows the bored-out face of the sample.
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Positive means to avoid such breaking through the paste-suspension
coating is one of the features needed in an acceptable process for providing
tube-interior manifolds. A suitable means might be to first apply a coating
that is "troweled in"' flush with the substrate surface, then apply additional
coating only to those areas to be used for seals. This approach would assure
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*The estimate of microtube length is, unfortunately, very sensitive to the
assumed density of the solid, since the solid-to-void ratio is very large. If
it were assumed :hat, due to overfiring, the solid density is the ceramic's
estimated theore:ical density, the calculated microtube length would be
~350 cm (11 feel), or 72 percent of the estimated length if undamaged.
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Figure 30.

Bored-out face of elec-
trical insulator' micro-
tubular sample. Open-
ings into microtube in-
teriors are visible at

the base of the hole, as
well as the break
through the coatinb,
located at about 7 o'clock.
(6.5X)

that a very light grinding would suffice to open up the tube interiors in the
regions planned for use as manifolds.

The break through the coating base was repaired with epaxy, and the
sample was sealed with Apiezon sealant onto the test opening in a vacuum
system, equipped with a calibrated leak, used for leak testing of vacuum
apparatus. The resulting vacuum level was greater than 500 ;m Hg (67 Pa),
indicating too great a leak rate for measurement with this apparatus.

A manometer and flowmeter apparatus was then constructed to measure
the flow rate through the sample's leaks under a small pressure differential
from atmospheric pressure. The flow rates observed varlgd a%proxlmately
linearly with pressure differential, at a ratio of 0.0051 cm
(0.16 SCFH/inch of water). Applying the equation for laminar flow through
tubes, using the estimated total microtubular cross-sectional area for the
sample's size, and taking the flow length as 1.5 x the nominal length, the
calculated ratlo of flow through the tubes per unit pressure differential is
0.088 cra3/.s-1 . Pa-1 (2.1 SCFH/inch of water), for room temperature
air at one atmosphere Hence, the leak rate of this sample is approximately
7.5 percent of its design flow rate for the same pressure differential. For
context, this ratio is similar to that typical of rotating ceramic honeycomb
regenerators in the sizes used with experimental automotive gas turbines.
The leakage of this single sample cannot, of course, be regarded as ''typical”
of the potential for microtubular ceramic heat exchangers.
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After completion of the leak tests, the sample was mounted in epoxy and
sliced {n two to permit examination of its interior. The region below the
sagged upper face (as oriented during firing) was almost entirely devoid of
microtubes. The lower region adjacent to the tube-interior manifold was
reasonably occupied by microtubes. These observations confirm qualita-
tively the microtube content estimated from the sample density.
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Section 9

SUMMARY AND CONCLUSIONS

SUMMARY

Calculations and experiments were conducted to explore the feasibility
of producirg very compact high-temperature heat exchangers via micro-
tubular ceramic structures. Such microtubular ceramic structures con-
sist of multiple interconnected ceramic tubes with very thin walls, small
diameters, and modest ratios of length to diameter. As a result, they
should have reasonable strength, as well as very high specific area. The
investigation included: calculations of expected volume requirements and
heat-exchange performance for microtubular ceramic heat exchangers com-
pared to ones of conventional dimensions; experiments seeking to define
means for preparing leak-~tight microtubular ceraniic structures; prelimi-
nary expioration of means to provide separate manifolds to the interior and
exterior of the microtubes; and a leak test of one experimental microtubular
ceramic structure including such manifolds.

Heat-transfer calculations were performed for six asgsumed ceramic
materials, in order to assess their suitability for use in microtubular heat
exchangers and to test the validity of earlier specific volume estimates
made via a partial heat-exchanpge analysis. It was found that, for the six
materials examined:

o The choice of material should make little difference to thermal

nerformance

e Both the heating and cooling effectiveness factors for microtubular
heat exchangers should exceed those for conventional ones

e The specific volumes of microtubular heat exchangers shouid be
smaller than conventional exchangers by a factor of ~ 21 to 29,
depending on the assumed materials and heat-exchange fluids and

the czalculation methods employed.

It was also found that steady-state thermal stresses should be much
smaller for microtubular ceramic heat exchangers than for conventional
exchangers, and should not limit the maximum allowable initial tempera-
ture difference of the heat-exchange fluids. The calculated maximum
permissible fluids temperature difference was slightly higher for micro-
tubular ceramic heat exchangers than for conventional exchangers made of
the same material. No major alterations in these relative comparisons
resulted from alterations of the assumed operating parameters or changes

in the calculation method.

The experimental approach for preparing microtubular ceramic struc-
tures was based on coating ceramic powders on a sacrificial substrate,
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consisting of polyurethane foam modified by the addition of polymethyl
methacrylate to convert the foam fibrils to round cross sections. The ce-
ramic coatings were prepared by: 1) embedding an adhesive -coating sub-
strate in a packed bed of dry powder which infiltrates into the foam, 2) al-
lowing time for the adhesive to accrete powder to the substrate, 3) shaking
out nonadherent powder from the foam interstices, 4) consolidating the coat-
ing by heating, and 5) repeating this sequence until adequate thickness was
achieved., Coatings were monitored by microscopic observation, as well as
weight gain, to assess their uniformity and continuity.

Some refinements of the packed-bed powder coating process were intro-
duced during the investigation, The primary focus, however, was on explor-
ing the suitability of various ceramic powders for use in the process, with the
process parameters held fixed to permit comparison among the powders.

The initial experiments were conducted mainly with a variety of alumina
powders. From these experiments, it was concluded that the most impor-
tant characteristic of powder behavior in this coating process is il3 ten-
dency to form aggregates. The tendency to form aggregates increases with
finer particle-size powders, needed for sintering pure oxide ceramics to a
high density. None of the alumina powders tested was completely free of
aggregate formation problems, and the most nearly satisfactory one con-
tained rather coarse particles.

In view of the results on alumina powders, eiperimental coating efforts
were shifted to powders that might be used to formulate ceramics in the
Al303-MgO-8i0Og system, plus fluxes. The objective was to enhance the
likelihood of achieving satisfactory sintering, while using coarse particle-
size powders that wculd not form aggregates during the powder coating
process. Fourteen '"candidate constitutent' powders and two preformulated
ceramic powders were investigated. Among them, powders were found
with both satisfactory powder coating behavior and sufficient divergence of
composition to permit reformulating a variety of conventional ceramics in
the Al303-MgO-S8iOg system. Two powder mixtures prepared from con-

stituents that behaved well in the powder coating process also produced
satisfactory coatings.

Firing studies and density measurements were made on the two pre-
formulated ceramic compositions and the two powder mixtures, as well as
partial studies on one of the "'constituent’’ powders alone and on the most
nearly satisfactory-coating alumina. Tap-dense samples were fired, as
well as pressed ones, in order to simulate the sintering behavicr of the low
green density structures expected in powder-cvated foam samples. Suitable
firing temperatures, judged by high density and no significant water absorp-
tion of the initially tap-dense samples, were defined for one of the preformu-
lated ceramic compositions and for both of the powder mixtures. Micro-
graphic examination of a section through the free surface of the fired tap-
dense samples showed a self-glazing action, suggesting that the microtubular
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ceramics might be leak-tight despite the existence, farther from the surface,
of pores comparable in size to the desired microtube wall thicknesses.

Ceramic paste suspensions were explored, for use in coatings to define
flow channels and provide for manifolds for access of gases to the interior
of the microtubes. There was insufficient time to develop suspensions that
had satisfactory rheology for coating and also would reproducibly dry with-
out crack formation,

A procedure was defined for repairing surface damage to fibril tip coat-
ings for use on "open'' faces which serve as manifolds for gas access to the
microtube exteriors. The process is analagcus to the packed-bed powder
coating process, but utilizes a pressed-on cake of powder on the surfaces
being repaired in place of the packed bed of powder penetrating the foam's
interstices.

Three powder~coated foam samples were prepared with paste suspen-
sion coatings on four faces and the other two faces prepared so as to serve
as tube-exterior manifolds. On firing, one of the samples was overfired
and sagged considerably, a second was overfired and sagged, beyond use,
and the third collapsed while still at a relatively low temperature. These
results indicate that at least the third material had insufficient green
strength, in the temperature range of substrate decomposition, for the
microtubular portion to support the heavy paste suspension coating. Insuf-
ficient green strength may also have contributed to the sagging of the over-
fired samples. Alternative procedures have been suggested to circumvent
this problem, but have not been tested.

Immersion measurement of the apparent density of the '"considerably"
sagged overfired sample provided a very rough estimate of the extent of the
open microtubes remaining, ~12 percent of the estimated 480 cm (16 feet) of
microtube length it should contain. Measurement of the leakage rate through
pores or (more likely) gross defects in this microtubular structure indicate
a leakage equal to ~ 7.5 percent of the expected flow rate through the micro-
tubes for the same pressure differential.

CONCLUSIONS

Satisfactory powder coating can be accomplished for preparation of
microtubular ceramic structures in the Alg03-MgO-Si0y system. It is
believed that low-leakage structures could be prepared by firing micro-
tubular ceramic structures of these compositions. A good basis has been
established for the development of processes required to provide manifolds
for selective access to the microtube exteriors and interiors. Problems
have been defined, and possible approaches to their solution have been iden-
tified but not yet tested. The leakage rate between the microtube's exterior
and interior, for the single sample tested, was comparable to that of state-
of-the-art rotating honeycomb regenerators.
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